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DESCRIPTION 



DETERGENT PARTICLES. PROCESS FOR PREPARING THE SAME> 
AND DETERGENT COMPOSITION HAVING HIGH BULK DENSITY 

5 

TECHNICAL FIELD 

The present invention relates to detergent granules 
comprising a non-soap, anionic surfactant and an inorganic 
salt. The present invention relates to a method for 
10 producing the above detergent granules by a dry- 
neutralization process. The present invention further 
relates to a high-bulk density detergent composition 
containing the above detergent granules. 



15 BACKGROUND ART 

In the detergent industries, recently, methods for 
producing powder detergents having relatively high bulk 
densities are remarked. Such powdery detergents 
containing anionic surfactants, such as 

20 alkylbenzenesulfonates, are prepared in situ 

neutralization of an acid precursor of the anionic 
surfactant with an alkali, such as sodium hydroxide, 
sodium carbonate, or the like. 

For instance, Japanese Patent Laid-Open No. 60-72999 

25 and GB-2, 166, 452B disclose a process comprising the steps 
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water of blending deterging action components, a sulfonic 
acid and sodium carbonate, with water with a strong 
shearing device; cooling the resulting solid substances to 
40**C or lower; finely pulverizing the cooled product; and 
5 then forming the fine powders into granules. This method 
is a typical one of those conventionally proposed methods, 
in which the neutralization reaction product is a doughy 
mass, which necessitates a kneading device, such as a 
kneader, capable of supplying extremely large energy 

10 required for the neutralization reaction, 

GB-1,369,269 discloses a method for producing an 
anionic detergent comprising vigorously mixing deterging 
action components which are a sulfonic acid and sodium 
carbonate powder by using a mixer equipped with a shearing 

15 device, such as Lodige PLOUGH SHARE Mixer. By this 

method, in order to obtain products of particulate forms, 
not a doughy mass, it is necessary to blow a gas stream 
into the two-component mixture mentioned above, to thereby 
suitably make the reaction substances flowable and blend 

20 the reaction mixture. In order to carry out this 

treatment, the mixer has to be made notably complicated. 
Also, since water serving to accelerate the neutralization 
reaction is not added, the progress of this reaction is 
mild, so that relatively coarse products are formed. 

25 Japanese Patent Laid-Open No. 3-33199 discloses a 
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met:hod of producing a detergent composition comprising the 
steps of dry-neutralizing components in a high speed 
mixer /granulator at a temperature of 55*^0 or less, and 
then adding a liquid binder thereto to carry out 
5 granulation* Japanese Patent Laid-Open No. 4-363398 

discloses a method of producing a detergent composition 
comprising the steps of dry-neutralizing components in a 
high speed mixer/granulator at a temperature of 55**C or 
more, and then adding a liquid binder thereto to carry out 

10 granulation. Japanese Patent Laid-Open No. 3-146599 

discloses a method of producing a detergent composition 
comprising the steps of dry-neutralizing components in a 
continuous high speed mixer; then increasing to a high 
bulk density using a moderate speed mixer; and then 

15 cooling and/or drying the resulting product to carry out 
granulation . 

The detergent compositions obtainable by the methods 
described above include granules having small particle 
sizes. However, for practical purposes, the yield of the 
20 detergent composition comprising granules of an even 
smaller particle size than those desired is yet to be 
improved . 

Also, in the above methods, such factors in operating 
conditions as the powder temperature, the water content, 
25 the powder blending efficiency, and the like, are 
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optimally selected simply for the purpose of preparing 
detergent compositions comprising granules having smaller 
particle sizes, never attempting to fundamentally improve 
the tackiness ascribed to the anionic surfactants, which 
5 causes agglomeration of the granules and formation of 
coarse granules • 

Japanese Unexamined Patent Publication No. 7-503750 
discloses a method of producing detergent granules 
comprising neutralizing an anionic surfactant in an acid 
10 form with a granular neutralizing agent (sodium carbonate) 
of which has 50% by volume of particles of less than 5 ]im 
in diameter in a high shearing mixer. 

However, in this publication, no disclosures or 
suggestions concerning the improvements of the yield of 
15 the detergent composition comprising granules having a 
desired particle size are made. 

An object of the present invention is to provide 
detergent granules with suppressed tackiness and small 
particle size. 

20 Another object of the present invention is to provide 

a method for producing the above detergent granules. 

Still another object of the present invention is to 
provide a high-bulk density detergent composition 
comprising the above detergent granules. 

25 These and other objects of the present invention will 
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be apparent from the following description. 

DISCLOSURE OF THE INVENTION 

The present invention is concerned with the 
5 following: 

(1) detergent granules comprising a non-soap, anionic 
surfactant and an inorganic salt undetectable by X-ray 
diffraction method, wherein the molar ratio of [inorganic 
salt undetectable by X-ray diffraction method] / [non- soap, 

10 anionic surfactant] is from 0.1 to 1.0; 

(2) the detergent granules described in item (1) above, 
wherein the non-soap, anionic surfactant is contained in 
the detergent granules in an amount of 28% by weight or 
more and less than 50% by weight; 

15 (3) the detergent granules described in item (1) above, 
wherein the non- soap, anionic surfactant is contained in 
the detergent granules in an amount of 10% by weight or 
more and less than 28% by weight, and wherein the molar 
ratio of [inorganic salt undetectable by X-ray diffraction 

20 method] / [non- soap, anionic surfactant] is from 0.3 to 1,0; 
(4) a method for producing detergent granules, 
comprising the step of dry-neutralizing a liquid acid 
precursor of a non-soap, anionic surfactant with a water- 
soluble, solid, alkali inorganic substance, wherein a dry- 

25 neutralizing step is carried out in the presence of 0.1 to 
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1 . 0 mol of an inorganic acid per mol of the liquid acid 
precursor of a non-soap, anionic surfactant; 

(5) the method described in item (4) above, further 
comprising the step of adding a free- flowing aid after the 

5 dry-neutralizing step, to surface-modify the detergent 
granules; 

(6) the method described in item (4) above, further 
comprising the step of adding a liquid component after the 
dry-neutralizing step; 

10 (7) the method described in item (6) above, further 

comprising the step of adding a free-flowing aid after the 
step of adding a liquid component, to surface-modify the 
detergent granules; 

(8) the method described in any one of items (4) to (7) 
15 above, wherein the liquid acid precursor of a non-soap, 

anionic surfactant is a linear alkylbenzenesulf onic acid 
obtained by SO3 gas sulfonation method; 

( 9 ) the method described in any one of items ( 4 ) to ( 8 ) 
above, wherein an amount of an inorganic acid preexisting 

20 in the liquid acid precursor of a non-soap, anionic 

surfactant is 0*09 mol or less per mol of the liquid acid 
precursor; 

(10) the method described in any one of items (4) to (9) 
above, wherein the inorganic acid is sulfuric acid or 

25 phosphoric acid; 



- 7 - 



(11) the method described in any one of items (4) to (10) 
above, wherein the resulting detergent granules contain 
the non-soap, anionic surfactant in an amount of 28% by 
weight or more and less than 50% by weight, and have a 

5 molar ratio of [inorganic salt undetectable by X-ray 

diffraction method] / [non- soap, anionic surfactant] of from 
0,1 to 1-0; 

(12) the method described in any one of items (4) to (10) 
above, wherein the resulting detergent granules contain 

10 the non-soap, anionic surfactant in an amount of 10% by 
weight or more and less than 28% by weight in the 
detergent granules, and have a molar ratio of [inorganic 
salt undetectable by X-ray diffraction method] /[non- soap, 
anionic surfactant] of from 0,3 to 1.0; and 

15 (13) a high-bulk density detergent composition having a 

bulk density of 500 g/L or more, comprising the detergent 
granules according to any one of items (1) to (3) above, 
or the detergent granules obtainable by the method of any 
one of items (4) to (12). 

20 

BRIEF DESCRIPTION OF THE DRAWINGS 

Figure 1 is a graph showing X-ray diffraction 
patterns of the detergent granules obtained in Comparative 
Example 13. Its measurement is taken by X-ray diffraction 
25 analyzer "RAD-RC" (manufactured by Rigaku Co., Ltd.). In 
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the figure, the arrows indicate the diffraction peaks of 
the powdery sodium sulfate • 

Figure 2 is a graph showing X-ray diffraction 
5 patterns of the powdery sodium sulfate. 

Figure 3 is a graph showing the relationship between 
the amount of the sodium sulfate added as the starting 
material in the preparation of the detergent compositions 

10 and the peak intensity at d=2.78 in the X-ray diffraction 
analysis. This graph can be used as a calibration curve 
for determining the "powdery sodium sulfate" added as the 
starting material contained, in the detergent composition 
from the peak intensity obtained by X-ray diffraction 

15 analysis of the detergent composition. 

Figure 4 is a graph showing X-ray diffraction 
patterns of the detergent composition obtained in Example 
12. In the figure, the arrows indicate the diffraction 
20 peaks of the powdery sodium sulfate. 

Figure 5 is a graph showing the relationship between 
the entire amount of the sodium sulfate in the detergent 
composition theoretically calculated from the starting 
25 material composition and the amount of sodium sulfate in 



- 9 - 



the detergent composition quantified by ion 
chromatography. The graph is prepared by the chemically 
determined amounts of sodium sulfate in the detergent 
compositions of Examples 11, 12, 13, 16, 17, 18, and 21 
5 and Comparative Examples 11, 16, and 19. This graph can 
be used as a calibration curve for obtaining the "entire 
amount of sodium sulfate" contained in the detergent 
composition. 

10 Figure 6 is a graph showing the relationship between 

the depths from the surface of the granules of the 
detergent compositions and the relative intensity of the 
peaks ascribed to sodium sulfate, an inorganic salt 
(namely, the ratio between the peak intensity of sodium 

15 sulfate and the peak intensity of the LAS-Na), as 
determined by FT-IR/PAS analysis of the detergent 
compositions obtained in Example 11 and in Comparative 
Example 11. Here, bold line represents data of Example 
11, and solid line represents data of Comparative Example 

20 11. 

Figure 7 is a graph showing the relationship of the 
microporous diameter and the microporous capacity of the 
detergent compositions obtained in Example 18 and in 
25 Comparative Example 16. Here, bold line represents data 
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of Example 18, and solid line represents data of 
Comparative Example 16. 

BEST MODE FOR CARRYING OUT THE INVENTION 
5 The method for producing detergent granules of the 

present invention comprises the step of dry-neutralizing a 
liquid acid precursor of a non-soap, anionic surfactant 
with a water-soluble, solid, alkali inorganic substance, 
wherein a dry-neutralizing step is carried out in the 
10 presence of 0.1 to 1.0 mol of an inorganic acid per mol of 
the liquid acid precursor of a non-soap, anionic 
surfactant . 

In the present invention, it is possible to produce 
detergent granules and high-bulk density detergent 

15 composition by the above method. In other words, since 
the granules, which are obtainable by the step of dry- 
neutralizing a liquid acid precursor of the non-soap, 
anionic surfactant with a water-soluble, solid, alkali 
inorganic substance in the intentional presence of an 

20 inorganic acid, comprise neutralized salts derived from 
the inorganic acids in relatively larger amounts at near 
the surfaces of the granules than at the inner portion of 
the granules, the resulting granules have low tackiness 
and small particle sizes. Also, since the tackiness of 

25 the granules can be suppressed, the granules with a high 
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surfactant content can be obtained without causing 
agglomeration of the granules. 

The embodiments of the dry-neutralization process in 
the method of the present invention are not particularly 
5 limited as long as the dry-neutralization process is 
carried out in the presence of a given amount of an 
inorganic acid. An embodiment includes, for instance, 
carrying out the dry-neutralization process comprising 
blending a mixture of a liquid acid precursor of a 

10 non-soap, anionic surfactant and an inorganic acid with a 
water-soluble, solid, alkali inorganic substance. The 
present invention will be further explained in detail 
below by taking the above embodiment as one example of the 
method of the present invention. 

15 This embodiment comprises 1) a blending step and 2) a 

dry-neutralizing step. Each of the steps will be detailed 
below. 

1) Blending step 

This process precedes the dry-neutralizing step and 
20 comprises blending a liquid acid precursor of a non-soap, 
anionic surfactant with an inorganic acid in advance. 

The liquid acid precursors of non-soap, anionic 
surfactants refer to the precursors of the non-soap, 
anionic surfactants in the form of acids in a liquid 
25 state, which are formed into salts by neutralization 
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reaction. Therefore, the liquid acid precursors of 
non-soap, anionic surfactants may be precursors having the 
above properties of any of known anionic surfactants acids 
without particular limitations. Concrete examples thereof 
include linear alkylbenzenesulf onic acids (LAS), a-olefin 
sulfonic acids (AOS), alkyl sulfuric acids (AS), and 
internal olefin sulfonic acids, sulfonic acids of fatty 
acid esters, alkylether sulfuric acids, dialkyl 
sulfosuccinic acids, and the like. The liquid acid 
precursors may be used singly or in a combination of two 
or more components. 

The preferred inorganic acids usable in the present 
invention include sulfuric acid and phosphoric acid. More 
preferred inorganic acid includes sulfuric acid. Also, 
there are some cases where remaining sulfuric acid is 
contained in the liquid acid precursor of a non-soap, 
anionic surfactant usable in the present invention by the 
production process of the liquid acid precursor - 

The linear alkylbenzenesulf onates listed as the 
preferred liquid acid precursors of a non-soap, anionic 
surfactant may be prepared by one of the following two 
typical methods . 

(1) Oleum sulfonation method. 

(2) SO3 gas sulfonation method. 
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(1) is a classical method for producing linear 
alkylbenzenesulfonic acids, wherein sulfuric acid may be 
contained in the resulting product in an amount of about 
0-3 mol per mol of the linear alkylbenzenesulfonic acid. 
Also, in (2), the purity of the linear 

alkylbenzenesulfonic acids in the resulting product is 
high, and the amount of remaining sulfuric acid is 
relatively low, wherein the amount of remaining sulfuric 
acid is usually 0.2 mol or less per mol of the linear 
alkylbenzenesulfonic acid. Presently, from the aspects of 
quality and productivity, the method (2) is mainly 
employed as the method of giving high-purity linear 
alkylbenzenesulfonic acids. In the present invention, the 
linear alkylbenzenesulfonates prepared by (2) are 
preferably used. 

As mentioned above, the inorganic acid may preexist 
in the precursors of non-soap, anionic surfactants in some 
cases. The amount of the inorganic acid, namely the 
amount of the inorganic acid preexisting in the liquid 
acid precursors of the non-soap, anionic surfactants, is 
not particularly limited. From the viewpoint of the hue 
in the resulting detergent granules, the amount of the 
inorganic acid is preferably 0.09 mol or less, more 
preferably 0.06 mol or less, per mol of the liquid acid 
precursor . 
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The amount of the inorganic acid in the method of the 
present invention is from O^l to 1.0 mol per mol of the 
liquid acid precursor of a non-soap, anionic surfactant, 
preferably from 0.1 to 0.8 mol, more preferably from 0,15 
5 to 0.65 mol, still more preferably from 0*2 to 0.6 mol, 
still more preferably from 0.25 to 0.55 mol, per mol of 
the liquid acid precursor. From the viewpoint of 
inhibiting the formation of coarse granules of the 
detergent granules, the amount of the inorganic acid is 

10 preferably 0.1 mol or more, and from the viewpoint of 
securing the compositional freedom of the concentrated 
detergent, the amount of the inorganic acid is preferably 
1.0 mol or less. In particular, from the viewpoint of the 
microporosity of the detergent granules as detailed below, 

15 the amount of the inorganic acid is preferably 0.3 mol or 
more, more preferably from 0.3 to 1.0 mol, still more 
preferably from 0.3 to 0.8 mol, still more preferably 0.35 
to 0.7 mol, per mol of the precursor. 

Also, as clearly described in Examples set forth 

20 below, by changing the ratios between the liquid acid 
precursor of a non-soap, anionic surfactant and the 
inorganic acid, the tackiness and/or microporosity of the 
resulting neutralized granules can be varied. 

Therefore, the above ratio can be appropriately 

25 selected and adjusted by contents of the non-soap, anionic 
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surfactant in the granules, kinds of inorganic acids used, 
differences in the additives employed, or the like. 

In other words, it is desired that the inorganic acid 
is added to the starting material components, including 
5 the liquid acid precursor of a non-soap, anionic 

surfactant, in the case where the amount of the inorganic 
acid preexisting in the liquid acid precursor of a 
non-soap, anionic surfactant is not in the above range; or 
alternatively in the case where the tackiness and/or the 
10 microporosity of the granules is to be increased, even 

when the amount of the inorganic acid preexisting in the 
liquid acid precursor is in the above range; or the case 
where the neutralized granules are to be made even 
smaller. 

15 The mixers usable in this step are not particularly 

limited. Concrete examples thereof include mixing vessel 
for liquid components equipped with an agitating device. 
Also, the mixing may be carried out to an extent such that 
each of the components is uniformly mixed. 

20 

2) Dry-Neutralizing Step 

This step comprises adding a mixture of the liquid 
acid precursor of a non-soap, anionic surfactant and an 
inorganic acid obtained in the previous step to a 
25 water-soluble, solid, alkali inorganic substance, to dry- 



neutralize of the liquid acid precursor of a non-soap, 
anionic surfactant • Incidentally, in this step, by adding 
the liquid acid precursor of a non-soap, anionic 
surfactant and an inorganic acid, the neutralization 
reaction and the granulation process concurrently take 
place, to form the neutralized granules. 

Concretely, this dry-neutralizing step includes the 
following steps: 

(a) blending a water-soluble, solid, alkali 
inorganic substances and/or a known substance 
generally employed in detergent compositions, 
wherein the water-soluble, solid, alkali 
inorganic substance is used in an amount of 
equal to or greater than that necessary for 
neutralizing a mixture (amount for 
neutralization) comprising a liquid acid 
precursor of a non-soap, anionic surfactant and 
an inorganic acid in the mixture obtained in the 
blending step described above; and 

(b) adding the mixture comprising the liquid acid 
precursor of a non-soap, anionic surfactant and 
the inorganic acid obtained in the above 
blending step to the mixture obtainable in step 
(a) to neutralize the mixture obtained in step 
(a) while the mixture remains in a particulate 
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form. 

Step (a) 

The water-soluble, solid, alkali inorganic substances 
5 include any one usually usable as alkalizing agents in 

detergent compositions. Concrete examples thereof include 
sodium carbonate, sodium hydrogencarbonate, sodium 
silicate, potassium carbonate, calcium carbonate, and the 
like, which may be used alone or in combination. Among 

10 the water-soluble, solid, alkali inorganic substances, 
sodium carbonate can be used as a preferred embodiment 
because the sodium carbonate can act as a detergent 
builder and an alkalizing agent in the final detergent 
composition. Therefore, by adding and blending the water- 

15 soluble, solid, alkali inorganic substance components in 
this step, in amounts sufficient to neutralize a mixture 
of the liquid acid precursor and the inorganic acid in 
addition to the amount of sodium carbonate acting as 
builders and alkalizing agents mentioned above, the 

20 neutralization reaction can be favorably carried out. 

Specifically, it is preferred that the water- 
soluble, solid, alkali inorganic substances is added in an 
amount of equal to or greater than that for neutralization 
of the liquid acid precursor of a non-soap, anionic 

25 surfactant and the inorganic acid (amount for 
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neutralization), for example, preferably 1 to 20 times, 
more preferably 2 to 10 times, particularly 3 to 8 times, 
the amount for neutralization. 

Also, the average particle size of the water-soluble, 
5 solid, alkali inorganic substance is not particularly 

limited. From the viewpoint of further increase in yield 
and storage stability, the average particle size is 
preferably 30 pm or more, more preferably from 40 to 
200 pm, particularly from 50 to 100 pm. Here, the average 
10 particle size of the water-soluble, solid, alkali 

inorganic substance is calculated based on volume and 
measured with a laser diffraction particle size 
distribution analyzer ("LA-500," manufactured by HORIBA 
Ltd . ) . 

15 Further, in the present invention, any of the known 

substances generally employed in detergent compositions 
may be also blended. Concrete examples thereof include 
tripolyphosphates; crystalline or amorphous alkali metal 
aluminosilicates; crystalline silicates; fluorescers; 

20 pigments; anti-redeposition agents, such as 

polycarboxylate polymers and sodium salt of carboxymethyl 
cellulose; granular surfactants, such as fatty acids, 
salts thereof, linear alkylbenzenesulf onates, and alkyl 
sulfates; spray-dried powders, diatomaceous earth, 

25 calcite, kaolin, bentonite, sodium sulfate, sodium 
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sulfite, and the like. The above substances may be 
optionally used depending upon the application of the 
granules. When these substances are added, it is desired 
that they are used as a mixture with the water-soluble, 
5 solid, alkali inorganic substance. 

In the case where the detergent compositions 
comprising the tripolyphosphates as main builder 
components are prepared, the average particle size of the 
tripolyphosphates is not particularly limited, and the 

10 average particle size may be preferably from 1 to 30 pm, 
more preferably from 5 to 20 pm, still more preferably 
from 6 to 15 pm. From the viewpoint of inhibition of the 
agglomeration of the detergent granules, smaller the 
average particle size of the tripolyphosphate, higher the 

15 yields. On the other hand, from the viewpoint of 

productivity for preparing the detergent granules with 
small particle sizes in an industrial scale, the average 
particle size of the tripolyphosphates is preferably 1 \im 
or more. From the viewpoint of inhibiting the 

20 agglomeration of the detergent granules, the average 

particle size is preferably 30 \im or less. Here, in the 
present specification, the average particle size of the 
tripolyphosphate is calculated based on volume and 
measured with a laser diffraction particle size 

25 distribution analyzer ("LA-500," manufactured by HORIBA 



- 20 ~ 



Ltd. ) . 

When the tripolyphosphate is added, the amount of the 
tripolyphosphate is not particularly limited. When the 
detergent granules of the present invention per se are 
used as the detergent composition, or when the detergent 
granules of the present invention are included as a 
constituting element of a different detergent composition, 
the tripolyphosphate is preferably contained in the final 
granular product in an amount of 2 to 50% by weight, more 
preferably from 10 to 40% by weight, particularly 
preferably from 15 to 35% by weight. From the viewpoint 
of inhibiting the agglomeration of the neutralized 
granular mixture, the amount of the tripolyphosphate is 
preferably 2% by weight or more. From the viewpoint of 
securing the compositional freedom of the resulting 
detergent composition, the amount is preferably 50% by 
weight or less. 

Further, in cases where detergent compositions having 
the alkali metal aluminosilicates as main builder 
components are prepared, an excess agglomeration can be 
inhibited by the addition of the alkali metal 
aluminosilicates in this step. Moreover, the alkali metal 
aluminosilicate also acts as an aid for disintegrating the 
agglomerated product with the chopper of the agitation 
granulator. The alkali metal aluminosilicates have an 
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average particle size of from 1 to 30 pm. 

Here, the average particle size of the 
aluminosilicate is calculated based on volume and measured 
with a laser diffraction particle size distribution 
analyzer ("LA-500," manufactured by HORIBA Ltd.). 

Also, the amounts of fluorescers, pigments, anti- 
redeposition agents, granular surfactants, spray-dried 
powders, diatomaceous earth, calcite, kaolin, bentonite, 
sodium sulfate, sodium sulfite, and the like are not 
particularly limited. 

The mixers usable in step (a) for blending each of 
the above components are not particularly limited, and an 
agitation granulator may be suitably used* The agitation 
granulators are not particularly limited, and it is 
preferred that the agitation granulators are equipped with 
agitation blades and a chopper for disintegration and 
dispersion (or with a functionally equivalent means). 

Concrete examples of the agitation granulators usable 
in the present invention for a batch process include 
Vertical Granulator (manufactured by Powrex Corp.); 
High-Speed Mixer (manufactured by Fukae Powtec Kogyo 
Corp.); Lodige Mixer (manufactured by Matsubo Co., Ltd.); 
PLOUGH SHARE Mixer (manufactured by PACIFIC MACHINERY & 
ENGINEERING Co., LTD.); Gericke Mixer (manufactured by 
Meiji Machine Co., Ltd.), and the like. Here, particular 
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preference is given to the Lodige Mixer and the PLOUGH 
SHARE Mixer, Concrete examples of the agitation 
granulators usable for a continuous process include 
continuous LSdige Mixer (moderate speed mixer: those 
having relatively long residence time); CB recycler 
(manufactured by L5dige) as a high-speed mixer (having 
relatively short residence time); Turbilizer (manufactured 
by Hosokawa Micron Corporation); Shugi Mixer (manufactured 
by Powrex Corp . ) ; Flow Jet Mixer ( manufactured by Funken 
Powtechs, Inc.)^ and the like. Incidentally, in the 
present invention, the above mixers may be suitably used 
in combination. 

Also, it is more preferred that the agitation 
granulators are equipped with a jacket for adjusting the 
internal temperature of the granulator and a nozzle for 
blowing a gas into the agitation granulator. 

The extent of mixing in step (a) is not particularly 
limited, and mixing may be preferably carried out to an 
extent such that each of the components is uniformly 
mixed. For instance, in the case where the agitation 
granulators are used in this step, the operating 
conditions of the agitation granulators may be, for 
example, preferably a blending time of within five 
minutes. The agitating speed of the main shaft and the 
chopper speed for disintegration and dispersion may be 
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suitably set depending on the kinds of the mixers used. 
For instance,, in the case of mixers for a batch process, 
the peripheral agitating speed of the main shaft is 
preferably from 2 to 15 m/s, and the peripheral chopper 
5 speed for disintegration and dispersion is preferably from 
20 to 60 m/s. 

Incidentally, during blending, or at the completion 
of blending in step (a), water may be added as a reaction 
initiating agent. By adding the reaction initiating 

10 agent, the neutralization reaction can be favorably 
accelerated. The amount of water added is not 
particularly limited, and the amount of water is 
preferably from 0.2 to 3 parts by weight, more preferably 
from 0.5 to 1.5 parts by weight, based on 100 parts by 

15 weight of the powdery mixture in step (a). From the 

viewpoint of initiating the neutralization reaction, the 
amount of water is preferably 0.2 parts by weight or more, 
and from the viewpoint of inhibiting the agglomeration of 
the detergent granules, the amount is preferably 3 parts 

20 by weight or less. Incidentally, in cases where the above 
components, such as the liquid acid precursor of a 
non-soap, anionic surfactant, contain water, or in cases 
where other aqueous starting material solutions are used, 
or in cases where water-containing powdery starting 

25 materials are used, the amount of water to be added may be 
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de-termined by considering the water contents of these 
components . 

In addition, as still more preferred reaction 
initiating agents, an aqueous solution of alkalis may be 
5 added. By using an aqueous solution of alkalis as a 

reaction initiating agent, when compared with water, not 
only the neutralization reaction can be further 
accelerated, but also the particle size of the resulting 
detergent granules can be made small and thus the bulk 

10 density can be made large. 

The amount of the aqueous solution of alkalis is 
preferably from 0.05 to 0.5 times the amount, more 
preferably from 0.10 to 0.45 times the amount, 
particularly preferably from 0.15 to 0.40 times the 

15 amount, for neutralizing the liquid acid precursor of a 
non-soap, anionic surfactant. From the viewpoint of 
initiating the neutralization reaction to obtain desired 
effects, the amount of the aqueous solution of alkalis is 
preferably equal to or greater than 0.05 times the amount 

20 for neutralization, and from the viewpoint of inhibiting 

the agglomeration of the detergent granules, the amount is 
preferably equal to or less than 0.5 times the amount for 
neutralization. Incidentally, although the concentration 
of the aqueous solution of alkalis is not particularly 

25 limited, in cases of low concentrations, excess amount of 



- 25 - 



water is supplied to the mixture along with the given 
amount of the aqueous solution of alkalis, so that the 
agglomeration of the detergent granules is liable to take 
place. Therefore, the concentration of the aqueous 
5 solution of alkalis is preferably from 20 to 50% by 

weight, more preferably 30 to 50% by weight, particularly 
preferably from 40 to 50% by weight. 

Also, the kinds of the aqueous solutions of alkalis 
usable in the present invention are not particularly 

10 limited. Examples thereof include aqueous sodium 

hydroxide, aqueous potassium hydroxide, and the like, 
which are aqueous solutions of strong-alkalis which easily 
cause neutralization reaction with the liquid acid 
precursors of the non-soap, anionic surfactants. Among 

15 them, the aqueous sodium hydroxide is suitably used from 
the viewpoint of costs. Also, it is more preferred that 
the aqueous solutions of alkalis mentioned above have a pH 
of 12 or more. 

In addition, mixing in this step may be preferably 

20 carried out to an extent such that the added aqueous 
solution of alkalis is uniformly dispersed. 



25 



Step (b) 

In step ( b ) , in order to carry out the dry- 
neutralization process of the liquid acid precursor of a 
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non-soap, anionic surfactant, the liquid acid precursor or 
a mixture of the liquid acid precursor and the inorganic 
acid may be gradually added to the water-soluble, solid 
alkali inorganic substance* The time required for the 
5 addition of the liquid acid precursor or the above mixture 
depends upon the amount of the liquid acid precursor or 
the above mixture added and thus cannot be generalized • 
In the case of employing mixing in a batch process, the 
time required is generally one minute or more, more 

10 preferably from 1 to 10 minutes, still more preferably 2 

to 7 minutes. Here, when the liquid acid precursor or the 
above mixture is added in an extremely short time, the 
liquid acids remaining unreacted accumulate, thereby 
making it likely to cause excess agglomeration. 

15 Therefore, it is preferred that the liquid acid precursor 
or the above mixture is added in one minute or longer. 

Also, the liquid acid precursor or the above mixture 
may be added continuously or added separately in plural 
portions. Also, a plurality of addition means may be 

20 provided. 

Incidentally, the mixers usable in step (b) are not 
particularly limited, with a preference given to the 
agitation granulators exemplified in step (a). 

After the addition of the liquid acid precursor or 

25 the above mixture, it is desired that the agitation 
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granulator is operated for additional 30 seconds or more, 
more preferably one minute or more. By having this step, 
the neutralization reaction and the granulation process 
can be favorably completed. 

In step (b), it is preferred that the neutralization 
is carried out while blowing a gas into an agitation 
granulator. This is because the excess water produced in 
the neutralization reaction can be evaporated and the 
granular product can be cooled with the gas, to thereby 
inhibit the granular product from forming into a doughy 
mass. The gas includes an N2 gas, air, and the like. The 
amount of gas blown (amount of gas flow) is not 
particularly limited. The gas is blown at a rate of 
preferably equal to or greater than 0.002 parts by weight 
per minute, more preferably equal to or greater than 
0.02 parts by weight per minute, based on 100 parts by 
weight of the granular product. 

By carrying out the above processes, the 
dry-neutralization process is completed. 

The detergent granules obtainable by the method of 
the present invention described above may be further 
subjected to surface modification. In other words, the 
method for producing the detergent granules of the present 
invention may further comprise the step of adding a free- 
flowing aid to the detergent granules obtained after the 
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dry-neutralizing step, to surface-modify the detergent 
granules. By surface-modifying the detergent granules, 
since further improvements in the f ree-f lowability and the 
storage stability of the resulting detergent granules can 
be attained, the surface-modifying step is suitably 
provided, for instance, in a case where the detergent 
granules of the present invention are included as one 
constituting element of the detergent composition. The 
surface modification can be carried out by adding a 
surface modifier as a free-flowing aid while blending the 
detergent granules in an agitation granulator (surface- 
modifying step). 

The surface modifiers may be any of conventionally 
known ones, and crystalline or amorphous alkali metal 
aluminosilicates (zeolite), calcite, diatomaceous earth, 
silica, and the like may be suitably used. The above 
aluminosilicates more preferably have an average particle 
size of 10 \xm or less. Also, the amount of the surface 
modifiers in the detergent composition, which is the final 
product, is preferably from 2 to 15% by weight, more 
preferably from 4 to 12% by weight. Incidentally, the 
average particle size of the surface modifier is 
calculated based on volume and measured with a laser 
diffraction particle size distribution analyzer ("LA-500," 
manufactured by HORIBA Ltd . ) . 
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Also, the operating time of the agitation granulator 
in cases where the surface modifiers are added is not 
particularly limited, and the operating time may be 
preferably from 1 to 5 minutes • 

Incidentally, in the method of the present invention, 
the optional liquid components may be added depending upon 
the composition of the detergent compositions to be 
obtained (step of adding liquid components). The addition 
of the liquid components may be carried out at any stage 
without particular limitation. For instance, the addition 
of the liquid components may be carried out prior to or 
during the process of the dry-neutralization, or the 
addition may be alternatively carried out after the 
dry-neutralization. It is preferred that the addition is 
carried out prior to the addition of the surface 
modifiers. However, in certain cases where the detergent 
granules obtained after the step of adding the liquid 
components have excellent f ree-f lowability and/or 
excellent storage stability, it is unnecessary to add the 
surface modifier as a free-flowing aid. 

Examples of the liquid components include any 
optional liquid components in detergent compositions, 
including nonionic surfactants; water-soluble polymers, 
such as polyethylene glycol, acrylic acid-maleic acid 
copolymers, and the like; fatty acids, and the like. The 
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liquid components may be used singly or a combination of 
two or more kinds. From the viewpoint of inhibiting the 
agglomeration of the detergent composition, the amount of 
the liquid components may be preferably 15% by weight or 
less, more preferably 10% by weight or less, of the 
detergent composition, which is the final product. 

Further, in the present invention, any of the 
following known substances generally employed in detergent 
compositions may be also blended to the detergent granules 
obtained after the dry-neutralizing step. For instance, 
these substances may be added prior to the step of adding 
liquid components and/or prior to the surface-modifying 
step. Examples of these substances include 
tripolyphosphates, crystalline or amorphous alkali metal 
aluminosilicates, crystalline silicates, fluorescers, 
pigments, anti-redeposition agents such as polycarboxylate 
polymers and sodium salt of carboxymethyl cellulose, 
granular surfactants such as fatty acids, salts thereof, 
linear alkylbenzenesulf onates and alkyl sulfates, spray- 
dried powders, diatomaceous earth, calcite, kaolin, 
bentonite, sodium sulfate, sodium sulfite, and the like. 
The above substances can be optionally used depending upon 
the applications thereof. 

Also, the operating time of the agitation granulator 
in cases where the addition of the liquid components is 
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carried out prior to the addition of the surface modifiers 
is not particularly limited, and the operating time may be 
preferably from 0.5 to 8 minutes. 

Specifically, there are the following embodiments as 
preferred embodiments for the methods for producing the 
detergent granules of the present invention: 
[1] an embodiment further comprising the step of adding a 
liquid component after the dry-neutralizing step; and 
[2] an embodiment further comprising the step of adding a 
free-flowing aid after the step of adding a liquid 
component in embodiment [1], to surface-modify the 
detergent granules. 

The hue of the surface-modified, detergent granules 
obtained by the method described above is not particularly 
limited. For instance, in the case where the particle 
size of the surface-modified, detergent granules is evenly 
sized at 350 to 500 >im and the above detergent granules is 
analyzed by photoelectric colorimeter, the Hunter Lab 
coloration is desirably 90 or more in its L value. 

In the present invention, the following optional 
components may be further added to the detergent 
composition. The optional components include, for 
instance, enzymes, perfumes, bleaching agents, pigments, 
and the like. Such optional components may be formulated 
by blending the detergent granules obtainable by the 
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method of the present invention with the above components 
using mixers, such as a rotary mixer. 

Modes for carrying out the present invention are not 
limited to the above methods. In other words, the present 
invention is applicable for the methods for producing 
known powdery detergent compositions having high bulk 
density and for methods for producing the commercial 
products thereof, the high-bulk density detergent 
compositions being obtained by the dry-neutralization 
process of the liquid acid precursor of an anionic 
surfactant. 

In general, the particle size of the detergent 
granules obtained by the dry-neutralization process 
increases as the proportion of the non-soap, anionic 
surfactant increases. Also, similarly, the particle size 
tends to increase as the proportions of the other liquid 
starting materials, such as nonionic surfactants and 
polymer solutions, increase. For instance, among the 
granules obtainable by the dry-neutralization process 
having extremely high proportion of the anionic 
surfactant, in the case where the proportion of the 
granules having suitably small particle size is low, the 
granules of the desired particle size range can be 
obtained at high yields by pulverizing an entire amount of 
the obtained neutralized granules in the presence of a 
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pulverizing aid, and then classifying the granules. Also, 
when the proportions of the other liquid starting 
materials, such as nonionic surfactants and polymer 
solutions, are increased, the granules having suitably 
small particle size can be obtained at high yields. 

Also, the detergent granules obtainable by the method 
of the present invention may be used as a constituting 
element of a different detergent composition. 

In addition, in the present invention, blending may 
be carried out by supplying each of the liquid acid 
precursor of a non-soap, anionic surfactant, the water- 
soluble, solid alkali inorganic substance, and the 
inorganic acid at once. In this case, the blending 
process and the neutralization and granulation process are 
concurrently carried out. This embodiment is highly 
preferable for the method in a continuous process. 

The detergent granules of the present invention thus 
obtained comprise a non-soap, anionic surfactant and an 
inorganic salt undetectable by X-ray diffraction method, 
wherein the molar ratio of [inorganic salt undetectable by 
X-ray diffraction method] / [non-soap, anionic surfactant] 
is from 0.1 to 1.0. 

The biggest feature of the detergent granules of the 
present invention is in that the above inorganic salt is 
undetectable by X-ray diffraction method. Here, the 
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phrase "undetectable by X-ray diffraction method" means 
that the material does not have a definite diffraction 
peak in the analysis of the sample by X-ray diffraction 
method, and that the identification of peaks cannot be 
made even when using any of diffraction patterns reported, 
for instance, in JCPDS (Joint Committee on Powder 
Diffraction Standards). Incidentally, in X-ray 
diffraction patterns, in certain cases, no definite 
diffraction peaks but indefinite diffraction halo patterns 
may be observed. However, even in such cases it cannot be 
said to be detectable by X-ray diffraction method. 
Typical examples of the inorganic salts include sodium 
sulfate (Glauber's salt). 

For instance, since the detergent granules of 
Comparative Example 13, which is produced without using 
the method of the present invention, contain powdery 
sodium sulfate (Na2S04), diffraction peaks shown in Figure 
1 are detectable in X-ray diffraction patterns of the 
granules. These peaks are identified as sodium sulfate, 
for instance, by No. 37-1465 of JCPDS (Figure 2). Also, 
as shown in Figure 3, the amount of the powdery sodium 
sulfate can be quantified by preparing a calibration curve 
of the powdery sodium sulfate and the X-ray peak 
intensities using the X-ray diffraction peaks. By 
contrast, as typically exemplified by Example 12, in the 
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granules of the present invention, diffraction peaks 
ascribed to any of the diffraction patterns of sodium 
sulfate are undetectable by X-ray diffraction method 
(Figure 4), even though sodium sulfate can be chemically 
5 quantified by the method described below, thereby making 
it impossible to identify the sodium sulfate by X-ray 
diffraction method. 

On the other hand, the content of the inorganic salt 
in the detergent granules can be chemically quantified, 

10 for instance, by analyzing means, such as ion 

chromatography. For example, in a case where the 
inorganic salt is a sulfate, it is possible to quantify 
the sulfate contained in the detergent granules by using a 
calibration curve of sulfate ions prepared in advance. 

15 Similarly in the detergent granules of the present 

invention, the sulfate contained in the granules can be 
quantified as shown in Figure 5. Also, the non-soap, 
anionic surfactant can be quantified, for instance, by 
carrying out qualitative and quantitative methods in a 

20 synthetic detergent testing method (according to JIS 
K3362) for the anionic surfactants. 

In the case where inorganic salts, such as powdery 
sodium sulfate and powdery sodium phosphate, obtained by 
the process other than the dry-neutralization process in 

25 the method of the present invention, are not used at all 
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as the starting materials, since the inorganic salts, such 
as sodium sulfate and sodium phosphate, contained in the 
detergent granules and formed by the method of the present 
invention are undetectable by X-ray diffraction method, 
the amount of the inorganic salts chemically quantified 
would be considered to be the same as "the amount of the 
inorganic salt undetectable by X-ray diffraction method*" 
Therefore, the molar ratio of [inorganic salt undetectable 
by X-ray diffraction method] / [non- soap, anionic 
surfactant] can be calculated from the amount of the 
inorganic salts and the amount of the non-soap, anionic 
surfactant quantified by the methods described above. 
Incidentally, even in cases where, for instance, the 
powdery sodium sulfate mentioned above and the detergent 
granules of the present invention are mixed to give a 
desired detergent composition, the amount of the inorganic 
salt undetectable by X-ray diffraction method can be 
calculated by the difference in the amounts of sodium 
sulfate as shown in Figure 5 and Figure 3, and the above 
molar ratio can be calculated from this value. 

The detergent granules of the present invention 
comprise a non-soap, anionic surfactant and an inorganic 
salt undetectable by X-ray diffraction method, wherein the 
molar ratio of [inorganic salt undetectable by X-ray 
diffraction method] / [non-soap, anionic surfactant] is from 
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0*1 to 1.0. From the viewpoint of suppressing the 
tackiness of the granules, the molar ratio is preferably 
0.1 or more, and from the viewpoint of securing the 
compositional freedom of the detergent composition, the 
molar ratio is preferably 1.0 or less. 

The detergent granules of the present invention 
mentioned above have the properties of (1) having 
extremely low tackiness of the granules, and (2) having a 
large number of micropores. The detailed properties of 
the granules of the present invention will be described 
hereinbelow . 

( 1 ) Low Tackiness 

The present inventors have found that the detergent 
granules of the present invention show extremely low 
tackiness of the granules, and that this tackiness is 
dependent upon the molar ratio of the inorganic salt to 
the non-soap, anionic surfactant, wherein larger the molar 
ratio of the inorganic salt, lower the tackiness of the 
granules . 

Here, the tackiness of the granules can be evaluated 
by a fracture load of the compression molding product of 
the granules as detailed below. A cylinder having 40 mm 
in diameter is uniformly charged with a 40 g sample, and a 
1 kg load is applied with a piston, and the piston-charged 
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cylinder is allowed to stand for three minutes, to thereby 
mold the granules into cylindrical shapes. The molded 
samples are taken out of the cylinder. Thereafter, a 
force required for breaking the molded sample is measured 
5 by using a rheometer (manufactured by Fudohkogyo K.K.), 
and this force is defined as the fracture load. In 
general, smaller the value of the fracture load, smaller 
the tackiness of the granules and less the agglomeration 
being caused thereby. The fracture load varies depending 

10 upon the amounts formulated, and the values of the 

fracture load of the detergent granules of the present 
invention are lower than those of the granules with the 
same compositions to the present invention except for the 
amount of the inorganic salt used in the method of the 

15 present invention, so that improvements in the tackiness 
of the granules in the detergent granules of the present 
invention can be confirmed. 

The present inventors have found that the detergent 
granules obtained by the method of the present invention 

20 comprise a composite layer containing the inorganic salt 
and the non-soap, anionic surfactant in the surface layer 
of the granules. Also, they have found that since the 
inorganic salts are present in relatively larger amounts 
at near the surface of the detergent granules than in the 

25 inner portion of the granules, the tackiness of the 
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granules can be suppressed. 

As an example of methods of confirming the states of 
the above detergent granules, there can be employed a 
method of utilizing both Fourier transform infrared 
5 spectroscopy (FT-IR) and photoacoustic spectroscopy (PAS) 
in combination (simply abbreviated as "FT-IR/PAS" ) • As 
described in "APPLIED SPECTROSCOPY," Vol.47, p. 1311-1316 
(1993), in the FT-IR/PAS, spectra taken in the direction 
of from the surface to the depths of the samples can be 

10 measured without changing the shapes of the samples, so 

that it is possible to identify the distribution states of 
the substances in the direction of depth from the surface 
of the detergent granules. 

The concrete measurement method is as follows. 

15 A cell is charged with samples to conduct FT-IR/PAS 

measurement, and the measurement points taken at any 
depths up to about 20 pm from the surface are analyzed. 
Concretely, in the phase modulation FT-IR/PAS spectra at a 
constant phase modulation frequency, a magnitude spectrum 

20 at given phase angle is obtained by synchronously 

analyzing PAS spectral components at a given phase angle 
and at an angle with a 90° phase shift from the given 
phase angle. The FT-IR spectrum is measured, for 
instance, by using an infrared spectrometer "FTS-60A/896" 

25 (manufactured by Bio-Rad Laboratories), and the PAS cell 
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includes an acoustic detector "Model 300" manufactured by 
MTEC Corporation. Scanning with an interferometer is 
conducted by a step-scan method, and the modulation 
frequency is set at 2,5 kHz, Peak intensities are 
detected from the obtained spectra for the sodium linear 
alkylbenzenesulf onate (LAS-Na) and sodium sulfate 
respectively at 1222 cm'^ (SO3 anti-symmetric stretching 
vibration) and 1149 cm"^ (SO4 stretching vibration). 

A typical example of the above measurement is shown 
in Figure 6. As is clear from in Figure 6, in the case of 
the detergent granules obtainable in Example 11, it is 
found that the relative intensity of the peaks ascribed to 
sodium sulfate, an inorganic salt (namely, the ratio 
between the diffraction peak intensity of sodium sulfate 
and the diffraction peak intensity of the LAS-Na) is high 
in the surface layer of the granules when compared to the 
sodium sulfate which is present in the inner portion of 
the granules, i.e. the detergent granules have relatively 
large contents of the inorganic salt present in the 
surface layer. By contrast, in the case of the detergent 
granules obtainable in Comparative Example 11, the 
diffraction peak intensity ascribed to the inorganic salt 
shows substantially no changes from the inner portion of 
the granules to the surface layer of the granules, and 
when compared with Example 11, the diffraction peak 
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intensity value is low and constant. In addition, the 
tackiness of the granules (evaluated by the values of the 
fracture load) of each of the granules is 673 gf for the 
granules of Example 11 in contrast to 1124 gf for the 
granules of Comparative Example 11, thereby showing that 
the detergent granules of the present invention are low- 
tackiness granules by forming an inorganic salt on the 
surfaces of the granules by dry neutralization. 

( 2 ) Microporosity 

The feature of the detergent granules of the present 
invention resides in having a large number of micropores 
in the granules in addition to having the low tackiness 
mentioned above. By having a larger number of micropores 
in the granules, it is considered that the liquid content 
which can be retained in the micropores of the granules 
increases, so that excess agglomeration of the granules 
owing to the bleeding out of the liquid starting materials 
during the production of granules can be suppressed. The 
microporous capacity in the granules can be measured, for 
instance, by known mercury pressure method (for example, a 
mercury porosimeter "PORESIZER 9320," manufactured by 
Shimadzu Corporation). The detergent granules of the 
present invention have a microporous capacity larger than 
that of the detergent granules obtainable by conventional 
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method of dry neutralization. 

In order to illustrate the effects of the size of the 
microporous capacity. Example 18 and Comparative Example 
16 may be compared as shown in Figure 7- 

Figure 7 is a graph showing the relationship of the 
microporous diameter and the microporous capacity of the 
detergent compositions obtained in Example 18 and in 
Comparative Example 16. The microporous diameter is 
measured by a mercury porosimeter "PORESIZER 9320," 
manufactured by Shimadzu Corporation, and the microporous 
capacity is measured by mercury pressure method. The 
entire microporous capacity of the detergent composition 
obtained in Example 18 is 0.402 mL/g, and the entire 
microporous surface areas of the detergent composition are 
0.711 m^/g. Also, the entire microporous capacity of the 
detergent composition obtained in Comparative Example 16 
is 0.327 mL/g, and the entire microporous surface areas of 
the detergent composition are 0.547 m^/g. 

In Comparative Example 16, the molar ratio of the 
inorganic acid to the liquid acid precursor of a non-soap, 
anionic surfactant is 0.04, smaller than the lower limit 
in the present invention. On the other hand, in Example 
18, the detergent granules are produced by dry 
neutralization under the conditions that the molar ratio 
of the inorganic acid to the liquid acid precursor of a 
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non-soap, anionic surfactant is 0*44. When the entire 
microporous capacity and the microporous surface areas of 
both of the detergent granules are compared, all of the 
values are larger in the detergent granules of Example 18 
than those in the detergent granules of Comparative 
Example 16. Also, the average particle size of the 
detergent granules is 493 yxm for Example 18 whereas the 
average particle size is 1313 >im for Comparative Example 
16. From these results, it is considered that since the 
detergent granules of Example 18 have larger entire 
microporous capacity and entire microporous surface area 
than those of Comparative Example 16, the liquid content 
which can be retained in the micropores in the granules 
increases, so that excess agglomeration of the granules 
owing to the bleeding out of the liquid starting materials 
during the production of granules can be suppressed. 

In the case where the detergent granules are designed 
or produced utilizing the above features of the detergent 
granules of the present invention, the following can be 
exemplified as preferred embodiments according to its 
utility. Specifically, 

(1) the detergent granules comprising a non-soap, anionic 
surfactant and an inorganic salt undetectable by X-ray 
diffraction method, wherein the amount of the non-soap, 
anionic surfactant is in an amount of 28% by weight or 
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more and less than 50% by weight, and a molar ratio of 
[inorganic salt undetectable by X-ray diffraction 
method] /[non- soap, anionic surfactant] is from 0.1 to 1.0; 
and 

(2) the detergent granules comprising a non-soap, anionic 
surfactant and an inorganic salt undetectable by X-ray 
diffraction method, wherein the amount of the non-soap, 
anionic surfactant in an amount of 10% by weight or more 
and less than 28% by weight in the detergent granules, and 
a molar ratio of [inorganic salt undetectable by X-ray 
diffraction method] / [non- soap, anionic surfactant] is from 
0.3 to 1.0. 

Detergent Granules of Embodiment ( 1 ) 

In general, in the detergent granules containing 
large amounts of the non- soap, anionic surfactant, it is 
difficult to produce the granules having excellent 
free-f lowability with small particle sizes. This is 
because the agglomeration of the granules is likely to 
take place owing to the tackiness inherently owned by the 
non-soap, anionic surfactant. Therefore, in the case, for 
instance, where the detergent granules are produced by 
conventional method, the tackiness of the granules is 
likely to give mal-ef fects during the production of the 
granules when the content of the non-soap, anionic 
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surfactant is relatively large, for example, when the 
content is 20% by weight or more in the granules, more 
remarkably 28% by weight or more and less than 50% by 
weight, particularly remarkably 30% by weight or more and 
5 less than 50% by weight. 

Therefore, it is preferred from the aspect of 
strongly exhibiting the effects of suppressing their 
tackiness that the detergent granules of the present 
invention comprise a non-soap, anionic surfactant and an 

10 inorganic salt undetectable by X-ray diffraction method, 
wherein the amount of the non-soap, anionic surfactant is 
in an amount of 28% by weight or more and less than 50% by 
weight, and a molar ratio of [inorganic salt undetectable 
by X-ray diffraction method] / [non -soap, anionic 

15 surfactant] is from 0.1 to 1.0. Also, in the detergent 

granules, the molar ratio of [inorganic salt undetectable 
by x-ray diffraction method] / [non-soap, anionic 
surfactant] is more preferably from 0.1 to 0.8, still more 
preferably from 0.15 to 0.65, particularly preferably from 

20 0.2 to 0.6, most preferably from 0.25 to 0.55. 

Detergent Granules of Embodiment (2) 

Also, when the microporous capacity of the granules 
is remarked, since the detergent granules of the present 
25 invention have a large microporous capacity, the liquid 
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components, such as nonionic surfactants, can be included 
in larger amounts in the micropores. From the above 
viewpoint, in a case where larger amounts of the liquid 
components, such as nonionic surfactants, are contained, 
5 there can be used as a preferred embodiment the detergent 
granules comprising a non-soap, anionic surfactant and an 
inorganic salt undetectable by X-ray diffraction method, 
wherein the amount of the non-soap, anionic surfactant in 
an amount of 10% by weight or more and less than 28% by 

10 weight in the detergent granules, and a molar ratio of 
[inorganic salt undetectable by X-ray diffraction 
method] /[non- soap, anionic surfactant] is from 0,3 to 1*0* 
In the above detergent granules, it is more preferred that 
the non-soap, anionic surfactant is contained in the 

15 detergent granules in an amount of 15% by weight or more 
and less than 28% by weight, particularly preferably from 
15 to 26% by weight. From the viewpoint of giving high 
washing power, the amount of the non- soap, anionic 
surfactant in the detergent granules is preferably 10% by 

20 weight or more. From the viewpoint of suppressing the 

foaming of the detergent composition upon use, the amount 
is preferably less than 28% by weight. Also, the 
detergent granules in this embodiment have a molar ratio 
[inorganic salt undetectable by X-ray diffraction 

25 method] /[non-soap, anionic surfactant] of more preferably 
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from 0.3 to 0.8, particularly preferably 0.35 to 0.7. 

The detergent granules of the present invention 
having the properties mentioned above may be used as such 
as a high-bulk density detergent composition, or the 
5 detergent granules may be used as one of components 
constituting a detergent composition. 

The amount of the liquid acid precursors of a 
non-soap, anionic surfactants can be appropriately set 
depending upon the composition of the desired detergent 

10 composition. The amount of the liquid acid precursors may 
be so added to include the anionic surfactants produced by 
the neutralization reaction in the final detergent 
composition product in an amount of preferably from 5 to 
50% by weight, more preferably from 5 to 45% by weight, 

15 still more preferably from 10 to 40% by weight, 

particularly preferably from 20 to 40% by weight, within 
which range the effects of the present invention can be 
remarkably exhibited, which become particularly remarkable 
in the range where the amount of the anionic surfactant is 

20 large. 

Also, it is more desired that the detergent granules 
of the present invention or the high-bulk density 
detergent composition comprising the detergent granules 
obtainable by the method of the present invention have a 
25 bulk density of 500 g/L or more and that those detergent 



- 48 - 



granules have the following properties. 

Bulk density: Those having 650 to 950 g/L are 
preferred, those having from 700 to 900 g/L are more 
preferred. In the present specification, the bulk density 
5 is a value evaluated by the method defined in JIS K 3362; 

Average particle size: As to the average particle 
size, from the viewpoint of solubility rate of the 
detergent granules, those having 850 pm or less are 
preferred, those having from 300 to 800 pm are more 

10 preferred. The proportion of the particles of 1400 pm or 
less, namely the percentage of 1400 pm-pass particles, may 
vary in their suitable ranges depending upon the 
concentration of the non-soap, anionic surfactant in the 
resulting high-bulk density detergent composition. For 

15 instance, when the concentration of the non-soap, anionic 
surfactant is from 35 to 40% by weight, the percentage of 
1400 pm-pass particles is preferably 60% or more, more 
preferably 70% or more. When the concentration of the 
non-soap, anionic surfactant is less than 35% by weight, 

20 the percentage of 1400 pm-pass particles is preferably 75% 
or more, more preferably 80% or more. In the present 
specification, the average particle size of the detergent 
composition is obtained from the weight percentages 
depending on the sizes of the sieves after vibrating a 

25 standard sieve according to JIS K 8801 for five minutes. 
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and "the percentage of 1400 pm-pass particles means the 
weight percentage of the proportion occupied by the 
particles of 1400 ]im or less; and 

Free-f lowability : Evaluated in terms of flow time of 
5 preferably 8 seconds or less, more preferably 7 seconds or 
less. In the present specification, the free-f lowability 
of the detergent composition is defined as a time period 
required for discharging 100 ml of powder from a hopper 
used in a measurement of bulk density according to 
10 JIS K 3362. 



The present invention will be explained in further 
detail by means of the following working examples and 
comparative examples, without intending to limit the scope 
15 of the present invention to these examples. 



Example 1 

The detergent composition having the composition 
shown in Table 1 was prepared in an amount of 35 kg for 

20 each unit using a high speed mixer "Lodige Mixer FKM-130D" 
(manufactured by Matsubo Co., Ltd.). This mixer was 
equipped with agitator blades and a shearing device, the 
shearing device corresponding to a chopper for 
disintegration and dispersion. 

25 Here, the following procedures were carried out. 
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Powder Blending 

The solid ingredients consisting of 7-0 parts by 
weight of sodium tripolyphosphate (STPP; average particle 
size: 11.2 vim), 12*61 parts by weight of sodium carbonate 
("LIGHT ASH," manufactured by Central Glass Co,, Ltd.; 
average particle size: 56.1 pm), and 0.11 parts by weight 
of a f luorescer were blended for one minute under the 
conditions of a rotational speed of agitator blades of 
130 rpm (peripheral speed: 3.4 m/s) and a rotational speed 
of shearing device of 2850 rpm (peripheral speed: 27 m/s) 
by the Lodige Mixer. 

Addition of Reaction Initiating Agent 

Water was added to the contents in the mixer in an 
amount of 0.20 parts by weight as a reaction initiating 
agent, and the blending was carried out for one minute and 
thirty seconds under the same blending conditions as 
above . 

Neutralization 

While the mixer was operated under the same 
conditions as above, 10.92 parts by weight of a linear 
alkylbenzenesulfonic acid (LAS; molecular weight: 322) and 
0.23 parts by weight of 98% sulfuric acid, which were 
mixed in advance, were added to the contents in the mixer 
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in four minutes. During the addition, the ingredients 
were cooled by allowing water to flow through the mixer 
jacket at 25**C. At this stage^ the temperature rose to 
75**C at the highest. Incidentally, throughout this stage, 
5 the reaction mixture remained in a granular form. 

Incidentally, the LAS mentioned above was obtained by SO3 
gas sulfonation method and contained 0.16 parts by weight 
of sulfuric acid. In other words, the resulting mixture 
contained 0.05 mol of sulfuric acid per mol of the LAS. 

10 Also, the proportion of sulfuric acid to the LAS during 

neutralization reaction was such that the reaction mixture 
contained 0.12 mol of sulfuric acid per mol of the LAS. 
The amount of sodium carbonate was about six times the 
amount required for neutralizing the LAS and sulfuric 

15 acid. 

After the addition of the LAS, the mixer was 
continuously operated under the same conditions for one 
minute to complete the neutralization reaction and the 
granulation process . 

20 

Addition of Liquid Ingredients and Surface Modification 

At a point where the neutralization reaction and the 
granulation process were completed, an aqueous solution of 
a 40% by weight acrylic acid-maleic acid copolymer was 
25 added to the mixer with an effective amount of the 
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copolymer being 0,18 parts by weight, while the mixer was 
operated under the same conditions as above, and the 
ingredients were mixed for one minute and thirty seconds. 
Thereafter, the resulting mixture was subjected to a 
5 surface modification treatment by adding 4.20 parts by 

weight of zeolite having an average particle size of 4 pm 
to the mixer as a surface modifier, and operating the 
mixer for additional two minutes. Incidentally, the 
zeolite contained 0.84 parts by weight of a crystal water. 
10 The resulting granules of the detergent composition 

had percentage of particles with 1400 pm-pass: 75.3%; 
average particle size: 633 pm; bulk density: 760 g/L; 
free-flowability: 6.2 seconds; and hue: 92.4. 
Accordingly, the granules showed excellent properties. 

15 

After-Blending 

Using a rotary mixer, 0.18 parts by weight of enzyme 
granules and the detergent composition obtained above were 
blended, and thereafter 0.07 parts by weight of perfume 
20 were sprayed, to give a final powdery product of the high- 
bulk density detergent composition. 



25 



Example 2 

Similar composition and procedures to those in 
Example 1 were employed except for respectively changing 
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■the amounts of LIGHT ASH and sulfuric acid to 12.45 parts 
by weight and 0.57 parts by weight, to give a detergent 
composition. The fracture load of the granules obtained 
after the neutralization and granulation step was 742 gf , 
5 and the average particle size of the granules was 632 pm. 

The resulting granules of the detergent composition, 
prior to the after-blending step, had percentage of 
particles with 1400 pm-pass: 82.6%; average particle 
size: 517 pm; bulk density: 730 g/L; f ree-f lowability : 

10 6.3 seconds; and hue: 91.4* Accordingly, the granules 
showed excellent properties. 

Incidentally, the proportion of sulfuric acid to the 
LAS during neutralization reaction was such that the 
reaction mixture contained 0.23 mol of sulfuric acid per 

15 mol of the LAS, The amount of sodium carbonate was about 
five times the amount required for neutralizing the LAS 
and sulfuric acid. 

Example 3 

20 Similar composition and procedures to those in 

Example 1 were employed except for respectively changing 
the amounts of LIGHT ASH and sulfuric acid to 12.33 parts 
by weight and 0.82 parts by weight, to give a detergent 
composition. 

25 The resulting granules of the detergent composition. 
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prior to the after-blending step, had percentage of 
particles with 1400 pm-pass:: 83.8%; average particle 
size: 496 pm; bulk density: 717 g/L; f ree-f lowability : 
6,2 seconds; and hue: 91, 5* Accordingly, the granules 
5 showed excellent properties. 

Incidentally, the proportion of sulfuric acid to the 
LAS during neutralization reaction was such that the 
reaction mixture contained 0.3 mol of sulfuric acid per 
mol of the LAS. The amount of sodium carbonate was about 
10 four times the amount required for neutralizing the LAS 
and sulfuric acid. 

Example 4 

Similar composition and procedures to those in 
15 Example 1 were employed except for respectively changing 
the amounts of LIGHT ASH, the LAS, and sulfuric acid to 
11.11 parts by weight, 12.29 parts by weight, and 
0.80 parts by weight, to give a detergent composition. 
Incidentally, the LAS mentioned above contained 0.18 parts 
20 by weight of sulfuric acid. 

The resulting granules of the detergent composition, 
prior to the after-blending step, had percentage of 
particles with 1400 pm-pass: 70.0%; average particle 
size: 703 pm; bulk density^ 694 g/L; f ree-f lowability : 
25 6.5 seconds; and hue: 91.0. Accordingly, the granules 
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showed excellent properties. 

Incidentally, the proportion of sulfuric acid to the 
LAS during neutralization reaction was such that the 
reaction mixture contained 0.27 mol of sulfuric acid per 
5 mol of the LAS. The amount of sodium carbonate was about 
four times the amount required for neutralizing the LAS 
and sulfuric acid. 

Example 5 

10 The detergent composition having the composition 

shown in Table 1 was prepared in an amount of 35 kg for 
each unit using a high speed mixer "L5dige Mixer FKM-130D" 
(manufactured by Matsubo Co., Ltd.). This mixer was 
equipped with agitator blades and a shearing device, the 

15 shearing device corresponding to a chopper for 
disintegration and dispersion. 

Here, the following procedures were carried out. 

Powder Blending 

20 The solid ingredients consisting of 20.06 parts by 

weight of sodium carbonate ("LIGHT ASH," manufactured by 
Central Glass Co., Ltd.; average particle size: 56.1 pm) 
were blended for one minute under the conditions of a 
rotational speed of agitator blades of 130 rpm and a 

25 rotational speed of shearing device of 2850 rpm by the 
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Lodige Mixer. 

Addition of Reaction Initiating Agent 

Water was added to the contents in the mixer in an 
5 amount of 0.25 parts by weight as a reaction initiating 

agent, and the blending was carried out for one minute and 
thirty seconds under the same blending conditions as 
above . 

10 Neutral i z a t i on 

While the mixer was operated under the same 
conditions as above, 10.92 parts by weight of a linear 
alkylbenzenesulfonic acid (LAS) and 0.82 parts by weight 
of 98% sulfuric acid, which were mixed in advance, were 

15 added to the contents in the mixer in four minutes. 

During the addition, the ingredients were cooled by 
allowing water to flow through the mixer jacket at 25 ''C. 
At this stage, the temperature rose to 81**C at the 
highest. Incidentally, throughout this stage, the 

20 reaction mixture remained in a granular form. 

Incidentally, the LAS mentioned above contained 0.16 parts 
by weight of sulfuric acid. Also, the proportion of 
sulfuric acid to the LAS during neutralization reaction 
was such that the reaction mixture contained 0.3 mol of 

25 sulfuric acid per mol of the LAS. The amount of sodium 
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carbonate was about seven times the amount required for 
neutralizing the LAS and sulfuric acid. 

After the addition of the LAS, the mixer was 
continuously operated under the same conditions for one 
5 minute to complete the neutr-alization reaction and the 
granulation process • 

The resulting granules of the detergent composition 
had percentage of particles with 1400 jam-pass: 81.0%; 
average particle size: 604 ]jm; bulk density: 707 g/L; 
10 free-f lowability : 6*5 seconds; and hue: 91.1. 

Accordingly, the granules showed excellent properties. 

Example 6 

Similar composition and procedures to those in 
15 Example 3 were employed except for not containing sodium 
tripolyphosphate at all and making zeolite as a main 
builder component, to give a detergent composition. 

The resulting granules of the detergent composition, 
prior to the after-blending step, had percentage of 
20 particles with 1400 pm-pass: 83.9%; average particle 

size: 536 pm; bulk density: 737 g/L; free-f lowability : 
6.3 seconds; and hue: 90.2. Accordingly, the granules 
showed excellent properties. 

25 Example 7 
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Similar composition and procedures to those in 
Example 3 were employed except for using sodium 
tripolyphosphate having an average particle size of 
58.4 pm, to give a detergent composition. 
5 The resulting granules of the detergent composition, 

prior to the after-blending step, had percentage of 
particles with 1400 }im-pass: 82.3%; average particle 
size: 532 pm; bulk density: 760 g/L; f ree-f lowability : 
6.3 seconds; and hue: 90.8. Accordingly, the granules 
10 showed excellent properties. 



Comparative Example 1 

The detergent composition having the composition 
shown in Table 2 was prepared in an amount of 35 kg for 

15 each unit using a high speed mixer "L5dige Mixer FKM-130D" 
(manufactured by Matsubo Co., Ltd.). This mixer was 
equipped with agitator blades and a shearing device, the 
shearing device corresponding to a chopper for 
disintegration and dispersion. 

20 Here, the following procedures were carried out. 



Powder Blending 

The solid ingredients consisting of 7.0 parts by 
weight of sodium tripolyphosphate (STPP; average particle 
25 size: 11.2 pm), 12.69 parts by weight of sodium carbonate 
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("LIGHT ASH," manufactured by Central Glass Co., Ltd.; 
average particle size: 56.1 pm), and 0.11 parts by weight 
of a fluorescer were blended for one minute under the 
conditions of a rotational speed of agitator blades of 
5 130 rpm and a rotational speed of shearing device of 
2850 rpm by the L5dige Mixer. 



Addition of Reaction Initiating Agent 

Water was added to the contents in the mixer in an 
10 amount of 0.20 parts by weight as a reaction initiating 

agent, and the blending was carried out for one minute and 
thirty seconds under the same blending conditions as 
above . 



15 Neutralization 

While the mixer was operated under the same 
conditions as above, 10.92 parts by weight of a linear 
alkylbenzenesulf onic acid (LAS) were added to the contents 
in the mixer in four minutes. During the addition, the 

20 ingredients were cooled by allowing water to flow through 
the mixer jacket at 25°C. At this stage, the temperature 
rose to 73 *C at the highest. Incidentally, throughout 
this stage, the reaction mixture remained in a granular 
form. Incidentally, the LAS mentioned above contained 

25 0.16 parts by weight of sulfuric acid. Also, the 
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proportion of sulfuric acid to the LAS during 
neutralization reaction was such that the reaction mixture 
contained 0.05 mol of sulfui:ic acid per mol of the LAS. 
After the addition of the LAS, the mixer was 
5 continuously operated under the same conditions for one 
minute to complete the neutx-alization reaction and the 
granulation process. The fracture load of the granules 
obtained in this Example was 1215 gf, and the average 
particle size of the granules was 1114 jim. 

10 

Addition of Liquid Ingredients and Surface Modification 

At a point where the neutralization reaction and the 
granulation process were completed, an aqueous solution of 
a 40% by weight acrylic acid-maleic acid copolymer was 

15 added to the mixer with an effective amount of the 

copolymer being 0.18 parts by weight, while the mixer was 
operated under the same conditions as above, and the 
ingredients were mixed for one minute and thirty seconds. 
Thereafter, the resulting mixture was subjected to a 

20 surface modification treatment by adding 4.20 parts by 

weight of zeolite having an average particle size of 4 )im 
to the mixer as a surface modifier, and operating the 
mixer for additional two minutes. Incidentally, the 
zeolite contained 0.84 parts by weight of a crystal water. 

25 The resulting granules of the detergent composition 



- 61 - 



had percentage of particles with 1400 ym-pass: 67.4%; 
average particle size: 739 pim; bulk density: 830 g/L; 
free-f lowability: 6.1 seconds; and hue: 91.6. 
Accordingly, the granules gave poorer results in the 
percentage of particles and in the average particle size 
than the granules of Examples. 

After-Blending 

Using a rotary mixer, 0.18 parts by weight of enzyme 
granules and the detergent composition obtained above were 
blended, and thereafter 0.07 parts by weight of perfume 
were sprayed, to give a final powdery product of the high- 
bulk density detergent composition. 

Incidentally, the amount of sodium carbonate was 
about seven times the amount required for neutralizing the 
LAS and sulfuric acid. 

Comparative Example 2 

The detergent composition having the composition 
shown in Table 2 was prepared in an amount of 35 kg for 
each unit using a high speed mixer "Lodige Mixer FKM-130D" 
(manufactured by Matsubo Co., Ltd.). This mixer was 
equipped with agitator blades and a shearing device, the 
shearing device corresponding to a chopper for 
disintegration and dispersion. 
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Here, the following procedures were carried out. 

Powder Blending 

The solid ingredients consisting of 7.0 parts by 
5 weight of sodium tripolyphosphate (STPP; average particle 
size: 11.2 pm), 11.53 parts by weight of sodium carbonate 
("LIGHT ASH," manufactured by Central Glass Co., Ltd.; 
average particle size: 56-1 pm), 0.11 parts by weight of a 
fluorescer, and 1.16 parts by weight of sodium sulfate 
10 (prepared by pulverizing to an average particle size of 
8 . 22 pm by a hammer mill ) were blended for one minute 
under the conditions of a rotational speed of agitator 
blades of 130 rpm and a rotational speed of shearing 
device of 2850 rpm by the Lodige Mixer. 

15 

Addition of Reaction Initiating Agent 

Water was added to the contents in the mixer in an 
amount of 0.20 parts by weight as a reaction initiating 
agent, and the blending was carried out for one minute and 
20 thirty seconds under the same blending conditions as 
above . 

Neutralization 

While the mixer was operated under the same 
25 conditions as above, 10.92 parts by weight of a linear 
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alkylbenzenesulfonic acid (LAS) were added to the contents 
in the mixer in four minutes. During the addition, the 
ingredients were cooled by allowing water to flow through 
the mixer jacket at 25 °C. At this stage, the temperature 
5 rose to 72**C at the highest,. Incidentally, throughout 
this stage, the reaction mixture remained in a granular 
form. Incidentally, the LAS mentioned above contained 
0.16 parts by weight of sulfuric acid. Also, the 
proportion of sulfuric acid to the LAS during 

10 neutralization reaction was such that the reaction mixture 
contained 0.05 mol of sulfuric acid per mol of the LAS. 

After the addition of the LAS, the mixer was 
continuously operated under the same conditions for one 
minute to complete the neutralization reaction and the 

15 granulation process. 

Addition of Liquid Ingredients and Surface Modification 

At a point where the neutralization reaction and the 
granulation process were completed, an aqueous solution of 

20 a 40% by weight acrylic acid-maleic acid copolymer was 
added to the mixer with an effective amount of the 
copolymer being 0.18 parts by weight, while the mixer was 
operated under the same conditions as above, and the 
ingredients were mixed for one minute and thirty seconds. 

25 Thereafter, the resulting mixture was subjected to a 
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surface modification treatment by adding 4.20 parts by 
weight of zeolite having an average particle size of 4 pm 
to the mixer as a surface modifier, and operating the 
mixer for additional two minutes. Incidentally, the 
zeolite contained 0.84 parts by weight of a crystal water • 

The resulting granules of the detergent composition 
had percentage of particles with 1400 jjm-pass: 68.0%; 
average particle size: 720 pm; bulk density: 786 g/L; 
free-f lowability: 6.3 seconds; and hue: 90.8. 
Accordingly, the granules gave poorer results in the 
percentage of particles and in the average particle size 
than the granules of Examples, 

After-Blending 

Using a rotary mixer, 0.18 parts by weight of enzyme 
granules and the detergent composition obtained above were 
blended, and thereafter 0.07 parts by weight of perfume 
were sprayed, to give a final powdery product of the high- 
bulk density detergent composition. 

Incidentally, the amount of sodium carbonate was 
about seven times the amount required for neutralizing the 
LAS and sulfuric acid- 

Comparative Example 3 

The detergent composition having the composition 
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shown in Table 2 was prepared in an amount of 35 kg for 
each unit using a high speed mixer "Lodige Mixer FKM-130D" 
(manufactured by Matsubo Co., Ltd.)- This mixer was 
equipped with agitator blades and a shearing device, the 
5 shearing device corresponding to a chopper for 
disintegration and dispersion. 

Here, the following procedures were carried out. 



Powder Blending 

10 The solid ingredients consisting of 7.0 parts by 

weight of sodium tripolyphosphate (STPP; average particle 
size: 11.2 pm), 11.43 parts by weight of sodium carbonate 
("LIGHT ASH," manufactured by Central Glass Co., Ltd.; 
average particle size: 56.1 pm), and 0.11 parts by weight 

15 of a fluorescer were blended for one minute under the 
conditions of a rotational speed of agitator blades of 
130 rpm and a rotational speed of shearing device of 
2850 rpm by the Lodige Mixer, 



20 Addition of Reaction Initiating Agent 

Water was added to the contents in the mixer in an 
amount of 0.20 parts by weight as a reaction initiating 
agent, and the blending was carried out for one minute and 
thirty seconds under the same blending conditions as 

25 above. 
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Neutralization 

While the mixer was operated under the same 
conditions as above, 12*29 parts by weight of a linear 
alkylbenzenesulfonic acid (LAS) were added to the contents 
5 in the mixer in four minutes. During the addition, the 

ingredients were cooled by allowing water to flow through 
the mixer jacket at 25^0. At this stage, the temperature 
rose to 73 °C at the highest • Incidentally, throughout 
this stage, the reaction mixture remained in a granular 

10 form. Incidentally, the LAS mentioned above contained 
0.18 parts by weight of sulfuric acid* Also, the 
proportion of sulfuric acid to the LAS during 
neutralization reaction was such that the reaction mixture 
contained 0.05 mol of sulfuric acid per mol of the LAS. 

15 After the addition of the LAS, the mixer was 

continuously operated under the same conditions for one 
minute to complete the neutralization reaction and the 
granulation process. 

20 Addition of Liquid Ingredients and Surface Modification 

At a point where the neutralization reaction and the 
granulation process were completed, an aqueous solution of 
a 40% by weight acrylic acid-maleic acid copolymer was 
added to the mixer with an effective amount of the 

25 copolymer being 0.18 parts by weight, while the mixer was 
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operated under the same conditions as above, and the 
ingredients were mixed for one minute and thirty seconds. 
Thereafter, the resulting mixture was subjected to a 
surface modification treatment by adding 4.20 parts by 
5 weight of zeolite having an average particle size of 4 ]im 
to the mixer as a surface modifier, and operating the 
mixer for additional two minutes. Incidentally, the 
zeolite contained 0.84 parts by weight of a crystal water. 
The resulting granules of the detergent composition 

10 had percentage of particles with 1400 pm-pass: 32.5%; 

average particle size: 1469 fjim; bulk density: 736 g/L; 
f ree-f lowability : 6.4 seconds; and hue: 91.4. 
Accordingly, the granules gave poorer results in the 
percentage of particles with a large proportion of coarse 

15 particles. 

After-Blending 

Using a rotary mixer, 0.18 parts by weight of enzyme 
granules and the detergent composition obtained above were 
20 blended, and thereafter 0.07 parts by weight of perfume 

were sprayed, to give a final powdery product of the high- 
bulk density detergent composition. 

In this Comparative Example, the amount of sodium 
carbonate was about five times the amount required for 
25 neutralizing the LAS and sulfuric acid. 
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Comparative Example 4 

The detergent; composition having the composition 
shown in Table 2 was prepared in an amount of 35 kg for 
each unit using a high speed mixer "Lodige Mixer FKM-130D" 
5 (manufactured by Matsubo Co., Ltd,). This mixer was 

equipped with agitator blades and a shearing device, the 
shearing device corresponding to a chopper for 
disintegration and dispersion. 

Here, the following procedures were carried out. 

10 

Powder Blending 

The solid ingredients consisting of 7.0 parts by- 
weight of sodium tripolyphosphate (STPP; average particle 
size: 58.4 ]am), 12.69 parts by weight of sodium carbonate 

15 ("LIGHT ASH," manufactured by Central Glass Co., Ltd.; 

average particle size: 56.1 ]am), and 0.11 parts by weight 
of a fluorescer were blended for one minute under the 
conditions of a rotational speed of agitator blades of 
130 rpm and a rotational speed of shearing device of 

20 2850 rpm by the Lodige Mixer, 



Addition of Reaction Initiating Agent 

Water was added to the contents in the mixer in an 
amount of 0.20 parts by weight as a reaction initiating 
25 agent, and the blending was carried out for one minute and 
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■thirty seconds under the same blending conditions as 
above . 

Neutralization 
5 While the mixer was operated under the same 

conditions as above, 10.92 parts by weight of a linear 
alkylbenzenesulfonic acid (LAS) were added to the contents 
in the mixer in four minutes. During the addition, the 
ingredients were cooled by allowing water to flow through 

10 the mixer jacket at 25**C. At this stage, the temperature 
rose to 71 *C at the highest. Incidentally, throughout 
this stage, the reaction mixture remained in a granular 
form. Incidentally, the LAS mentioned above contained 
0.16 parts by weight of sulfuric acid. 

15 After the addition of the LAS, the mixer was 

continuously operated under the same conditions for one 
minute to complete the neutralization reaction and the 
granulation process. 

20 Addition of Liquid Ingredients and Surface Modification 

At a point where the neutralization reaction and the 
granulation process were completed, an aqueous solution of 
a 40% by weight acrylic acid-maleic acid copolymer was 
added to the mixer with an effective amount of the 

25 copolymer being 0.18 parts by weight, while the mixer was 
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operated under the same conditions as above, and the 
ingredients were mixed for one minute and thirty seconds. 
Thereafter, the resulting mixture was subjected to a 
surface modification treatment by adding 4,20 parts by 
5 weight of zeolite having an average particle size of 4 \xm 
to the mixer as a surface modifier, and operating the 
mixer for additional two minutes* Incidentally, the 
zeolite contained 0.84 parts by weight of a crystal water. 
The resulting granules of the detergent composition 

10 had percentage of particles with 1400 pm-pass: 34.2%; 

average particle size: 1013 pm; bulk density: 712 g/L; 
and f ree-f lowability : 7.8 seconds. Accordingly, the 
granules gave low bulk density and poor results in the 
percentage of particles with a large proportion in coarse 

15 particles. 

After-Blending 

Using a rotary mixer, 0.18 parts by weight of enzyme 
granules and the detergent composition obtained above were 
20 blended, and thereafter 0.07 parts by weight of perfume 

were sprayed, to give a final powdery product of the high- 
bulk density detergent composition. 

Incidentally, the amount of sodium carbonate was 
about seven times the amount required for neutralizing the 
25 LAS and sulfuric acid. 
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Incidentally, Tables 1 and 2 show the compositions of 
the final powdery product of each of the detergent 
compositions in Examples and Comparative Examples. Also, 
Tables 3 and 4 show the properties of the detergent 
compositions after granulation. 



- 72 - 



CO 



CM 



o 


o 


o 


O 


O 


O 


o 


o 


o 


O 


o 


o 


o 


CO 


O 




CO 




CM 


CM 


CM 


o 


CM 


t- 




o 


o 


o 


o 


CO 


CO 


CM 




CM 












o 


o 


o 


O 


o 


o 


o 


o 


o 


O 


o 


o 


o 


CO 


o 


LO 


CO 


in 


CM 


c- 


CM 


d 


CM 






d 


o 


o 


O 


CM 


CO 




CO 


CVi 












O 


o 


o 


o 


o 


o 


o 


o 


o 


o 


O 


o 


o 




o 


o 


o 


o 


o 




CM 


o 


CM 






o 


o 


o 


o 


CM 


CO 
























o 


o 


CD 


o 


o 


o 


o 


o 


O 


o 


o 


CM 


O 




CO 


m 


CM 


CO 


• 


• 


• 


• 


• 














o 


CM 


CO 




O 


o 


d 


O 


CO 


CO 


CM 




CM 












o 


o 


O 


O 


o 


O 


o 


o 


O 


o 


O 


o 


o 


CO 


o 


LO 


00 


in 


CM 


CM 


CM 


o 


CM 




^ 


O 


o 


o 


O 


CO 


CO 


CM 




CM 












o 


o 


O 


o 


o 


O 


o 


o 


O 


O 


o 


o 


O 




o 




CO 


in 


CM 
























CM 


d 


CM 


CO 


CO 


d 


d 


d 


O 


CO 


CO 


CM 




CM 












O 


o 


O 


O 


o 


o 


o 


o 


o 


o 


O 


o 


o 






in 


ro 


in 


CM 


o 


CM 


o 


CM 


ON 




o 


o 


o 


O 


CO 


m 


CM 




CM 













c 
o 

•iH 

>^ ■>-t 
t-. ca 

05 o 
-o Cu 

n 6 

o o 

f-i 4-> 

CO c 
C Q> 

<D 

O <1> '-^ 

Oi ^ 

c x: 
o no 

•fH O -rH 

CO o 
O HJ >» 

a. -o jQ 
e o 

o U >A 

o a. ^ 



o 













1— t 






















CO 


0) 
















CO 


<D 




















c 


j-> 


1 


>^ 
















o 


CO 






















c-. 


•rH 


o 


















l—i 


o 


PU 


c 














CO 


:3 


<c 


O 


(D 














o 


oo 






O 












CD 






o 




CO 








ca 




-JJ 




m 






0) 


d) 










•rH 










i- 


E 












•H 




>> 




o 


>i 




<U 


CO 




O 




-o 










in 


J-> 


•a: 




Q) 


O 


o 


O 






c 


CD 


CO 








CO 


CO 








Ci2 


Dm 


3c 



- 73 - 



w 

rH 

X 

<D 
> 

CO 

CO 
O. 
E 
O 
O 



c 
o 











CO 




Q) 


o 




-o 


Oh 




:i 


a 




o 


o 




(X 


o 






Jj) 




CO 


c 




c 


0) 




•rH 


tiO 






u 






<D 






4-) 




o 


<D 








4-> 


C 




x: 


o 








O 


•rH 


4_> 






•M 


4-) 




W 


o 




o 


D 






-a 






O 




o 






o 







o 
o 


o 
o 


o 
o 


oo 
oo 


CO 


o 


o 
oo 


o 
in 


o 
oo 


o 
o 


CO 


o 


00 


d 
oo 


d 


d 


d 


d 


o 


00 


o 
o 


o 
o 


o 
o 


in 




o 
in 


o 
oo 


o 
in 


o 
oo 


o 


oo 


o 

00 


oo 

% — 


oo 


d 


o 


o 


d 


d 


oo 


o 
o 


o 
o 


o 
o 


o 
in 


o 
o 


o 
in 


o 

00 


o 
in 


o 
oo 


o 
o 


oo 
oo 


o 
oo 


oo 


t>- 

00 


:=r 


o 


o 


o 


o 


oo 


o 
o 


o 
o 


o 
o 


00 
oo 


CO 


o 
in 


o 
oo 


o 
in 


o 
oo 


o 
o 


oo 
oo 


o 
oo 


CvJ 


o 
oo 


o 


o 


o 


o 


o 


oo 



o 









CD 




.—1 








4-> 




to 








CO 


CD 










C 


4-> 










O 


CO 


-o 








XI 


<^ 


•rH 








u 


r-H 


O 








CO 


:3 










o 


CO 








0) 






o 


CO 




4-) 


e 


e 


•rH 








:3 




i-H 


I 




r-l 




•rH 


>» 


CO 


Pu 


O 


TD 


T3 


U 






<U 


O 


O 


o 






ISl 


cn 


cn 





>> 
I— I 
o 

o 
o 



4-J 








C 








Q) 








O 








CO 


CO 


O 




(U 




E 












o 


>i 




a> 




tsl 


tn 


4-> 


rH 




<U 


CO 




IJLl 




3: 



- 74 - 



CO 





















m 




CO 


OO 


















CM 




O 












CO 










CO 


CM 




VD 


CD 








in 




in 






in 


CO 


o- 




























ro 


CM 


































1 




\o 






CO 


CO 


oo 




CD 












in 






in 


oo 


























o 




in 


r- 


































1 








5 


o 




o 






















vD 




o- 




CT^ 


CO 


























<u 


























rH 












































o 




in 


O 




-J. 














m 




=t 






CO 














S 




CD 








X 










in 






t- 










































eg 




t — 








oo 




CM 


in 








• 




• 




o 




" 




• 


• 








X — 








oo 




CO 


T 












X — 












CO 














CM 




« — 








vD 




00 










* 




• 




o- 




• 


o 


• 


• 








» — 












CM 


ro 




, — 












LO 






in 


oo 


















, 








m 




CM 


=t 












* 






m 




o 




















c — 




m 


\a 


vD 


CM 












in 


























3::: 








t 


















CO 








CO 


























<p 




O 






















<H rH 


















^ 








O O 




to 










(X 












-rH 














Ou 












<U 4-> 












0) 


E-^ 


0) 


l-H 












>> 








.—1 


CO 


rH 








rH 


CO CO 




4-) 








o 




o 








O 


(X 




•rH 












•rH 


Ch 


O 




•rH 


C 




•H 










o 


4-) 


O 








0) CO ^ 




•H 


0) 














IS 






O CO >»*i. 


4-> 


^ 


:3 






(O 




to 




O 




(0 ^ 


in. CO ^ 


•r-C 


CO 


rH 






a* 


a 


Ou 




CU 


p 






CO 




(0 






<u 




(D 




4-> 




(D ^ 


— fi 


en 


lo 


> 








— * 






CO 


















CO 




CO 








CO 


-o ^ 














cu 






x: 




0) 


T-K O 




<D 




















Q) N 


a> o 


rH 


CD 


<D 






> 




> 


•rH 


•rH 


0) 


> -H 


•H ^ 






:=> 








CO 




CO 


n:: 




<a: CO 


>^ r- 


CQ 




n:: 



- 75 - 



to 

0) 

a* 

a 
to 



CO 

s- 

















_ 1 




OO 


OQ 


















CM 








CO 


v£) 




















in 


Lf% 






o 




ro 


t>- 






























OJ 












in 




=r 












m 








VD 










vO 




>- 






CM 


CO 




t — 












^ 




CO 
































CM 






oo 






o 




CO 


CO 










O 






VO 














t- 






oo 


CO 




o 






in 






t>- 






£>- 








CvJ 




























ro 


cr> 






O 








vO 






ro 






CO 










in 












OO 








a:: 






















CO 










CO 












<t: 










<D 




o 






















0) 








E- 








o 


o 




CO 






Pu 












•rH 










(X 


o 








<D 












e-t 


<D hH 






OJ 


bO 






>> 




rH 


CO 


.-t ►-J 






.-H 


CO 


CO 




4J 




O 




O 


u 




O 


4-> 


Pu 




•rH 




-H 






<D 






c 






.-H 


A- N 


JO 


o 


4-5 O 










CO ^ 




•H 


0) 


1^ 












O 


CO >t«- 




-O 




CO 




CO ^ 


o 




CCS ^ 




CO ^ 


•H 


CO 


rH 








X 


g 


IX a 




a. 


W 


Sc 


CO 


CD 




0) =i 








CU 




en 


10 


> 


bO 










tiD — 












CO 




CO 


<l> 




CO 


Xi 


















0) 


.—1 


o 


















0) N 


o 


o 


rH 


<u 




> 




> 






> -rH 




=t 




in 


:3 


<£: 


CO 


<C CO 


□z 




CO 













- 76 - 



As is clearly illustrated by the above results, by 
dry- neutralizing the components in the presence of a 
given amount of sulfuric acid, the high-bulk density 
detergent compositions having small particle sizes can be 
5 obtained at high yields (Examples 1 to 7). Also, as 

illustrated by Example 5 and Example 6, the method of the 
present invention can be suitably utilized to give desired 
effects without being limitative in the detergent 
compositions. Also, the method is particularly applicable 

10 for production of phosphorus- free detergents. 

On the other hand, in the case of Comparative Example 
1 where a smaller amount of sulfuric acid is used during 
neutralization, the granules are large, showing poorer 
results in the percentage of particles with 1400 pm-pass 

15 and in the average particle size as compared to Examples. 
Also, in the case of Comparative Example 2 where 
pulverized sodium sulfate is added, the resulting 
detergent granules have large particle size. By comparing 
Example 4 with Comparative Example 3, remarkable 

20 differences in the percentage of particles with 1400 pm- 
pass and in the average particle size can be noted when 
the concentration of the anionic surfactant (LAS-Na) in 
the resulting detergent composition is as high as 36.00% 
by weight. Therefore, the method of the present invention 

25 can be suitably applied in cases where the anionic 
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surfactant is contained at a high concentration in the 
detergent composition. By comparing Example 7 and 
Comparative Example 4, even when the particle size of the 
tripolyphosphate is relatively large (58 .4 pm), the 
5 effects of the method of the present invention can be 

clearly observed. Incidentally, in Example 1, Example 2, 
and Example 3, a decrease in the bulk densities can be 
observed by an increase in the amount of sulfuric acid, 
thereby suggesting that the bulk densities of the 

10 resulting detergent compositions can be controlled to 
desired values by the amount of sulfuric acid added. 
Incidentally, the detergent compositions obtained in each 
of Examples were subjected to X-ray diffraction analysis, 
but no diffraction peaks ascribed to sodium sulfate were 

15 detectable. 

Example 11 

The detergent composition having the composition 
shown in Table 5 was prepared in an amount of 35 kg for 

20 each unit using a high speed mixer "Lodige Mixer FKM-130D" 
(manufactured by Matsubo Co., Ltd.). This mixer was 
equipped with agitator blades and a shearing device, the 
shearing device corresponding to a chopper for 
disintegration and dispersion. 

25 Here, the following procedures were carried out. 
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Powder Blending 

The solid ingredients consisting of 7.0 parts by 
weight of sodium tripolyphosphate (STPP; average particle 
size: 11-2 pm), 12,72 parts by weight of sodium carbonate 
5 ("LIGHT ASH," manufactured by Central Glass Co., Ltd.; 

average particle size: 56,1 pm), and 0*11 parts by weight 
of a f luorescer were blended for one minute under the 
conditions of a rotational speed of agitator blades of 
130 rpm (peripheral speed: 3.4 m/s) and a rotational speed 
10 of shearing device of 2850 rpm (peripheral speed: 27 m/s) 
by the Lodige Mixer. 

Addition of Reaction initiating Agent 

A 48% by weight aqueous NaOH solution was added to 
15 the contents in the mixer in an amount of 0.51 parts by 
weight as a reaction initiating agent, and the blending 
was carried out for one minute and thirty seconds under 
the same blending conditions as above. 

20 Neutralization 

While the mixer was operated under the same 
conditions as above, 10.19 parts by weight of a linear 
alkylbenzenesulfonic acid (LAS; molecular weight: 322) and 
0.58 parts by weight of 98% sulfuric acid, which were 

25 mixed in advance, were added to the contents in the mixer 
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in four minutes. During the addition, the ingredients 
were cooled by allowing water to flow through the mixer 
jacket at 25 *C. Incidentally, throughout this stage, the 
reaction mixture remained in a granular form, 
5 Incidentally, the LAS mentioned above was prepared by SO3 
gas sulfonation method and contained 0,16 parts by weight 
of sulfuric acid. In other words, the resulting mixture 
contained 0.05 mol of sulfuric acid per mol of the LAS. 
Also, the proportion of sulfuric acid to the LAS during 
10 neutralization reaction was such that the reaction mixture 
contained 0.24 mol of sulfuric acid per mol of the LAS. 
The amount of sodium carbonate was about five times the 
amount required for neutralizing the LAS and sulfuric 
acid. 

15 After the addition of the LAS, the mixer was 

continuously operated under the same conditions for three 
minutes to complete the neutralization reaction and the 
granulation process. Also, air was blown at a rate of 
300 L/min immediately after the addition of the mixed 

20 acid. 



Addition of Liquid Ingredients and Surface Modification 

At a point where the neutralization reaction and the 
granulation process were completed, an aqueous solution of 
25 a 40% by weight acrylic acid-maleic acid copolymer was 
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added to the mixer with an effective amount of the 
copolymer being 0.44 parts by weight, while the mixer was 
operated under the same conditions as above, and the 
ingredients were mixed for one minute and thirty seconds. 
5 Thereafter, the resulting mixture was subjected to a 

surface modification treatment by adding 4.20 parts by 
weight of zeolite having an average particle size of 4 pm 
to the mixer as a surface modifier, and operating the 
mixer for additional two minutes. Incidentally, the 

10 zeolite contained 0.84 parts by weight of a crystal water. 

The resulting granules of the detergent composition 
had percentage of particles with 1400 pm-pass: 83.8%; 
average particle size: 469 jim; bulk density: 753 g/L; 
f ree-f lowability: 6.3 seconds. Accordingly, the granules 

15 showed excellent properties. 

After "Blending 

Using a rotary mixer, 0.18 parts by weight of enzyme 
granules and the detergent composition obtained above were 
20 blended, and thereafter 0.07 parts by weight of perfume 

were sprayed, to give a final powdery product of the high- 
bulk density detergent composition. 

Examples 12-22 and Comparative Examples 11-19 
25 Similar composition and procedures to those in 
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Example 11 were employed except for using the starting 
materials listed in Tables 5 and 6 in amounts shown in the 
tables, to give each of the final powdery products of the 
high-bulk density detergent compositions. Here, in 
5 Examples 18 to 20, after completing given procedures for 

the neutralization process, additional components of fatty 
acid (having 14 to 18 carbon atoms) and a nonionic 
surfactant (having ethylene oxide moiety with 6 addition 
molar number) were added to the ingredients in the mixture 

10 in given amounts shown in Table 5, and the ingredients 
were blended for one minute. The composition and the 
properties of each of the resulting high-bulk density 
detergent compositions are listed in Tables 7 through 10. 

Incidentally, the fracture load was measured by using 

15 a rheometer "NRA-3002D" (manufactured by Fudohkogyo K.K.). 



- 82 - 



o c- 
o cr^ 



OJ 

c n 

o 

CO CO 

O -i-> 

S CO 

o a. 



o 



in o 
vo o 



CM t>- 



CT* 



O CTi 



: I 

CO 



O LTi 



o 

o m 



o o 

I 

o 



in ^ 



o vD 

O CO 



O CO 

o 



O 

o o 



O CM 

O [^- 



c 
c 

0) 



03 

o 



03 

c 
o 

CO 



I I 



CD 
CO 

CO 



o 
CO 



in 
o 



CM 

o 



on 
o 



o 



1. -a o 

O <t) O r-H 

CO CO M a- Cx^ 



4J> 

0) 
60 



C 

4J 
CO 

•rH 
C 



to 
o 



in 
o 



in 
o 



CO 

:3 c 
o o 

Z3 -l-> 

cr =5 
T o 

*«. CO 

o 

3D CO 



O 00 

^ tn I o 
o o m 



ON 00 

O CO 



CO o 

. , i o 

in o CO 



on o 

. . I O 

in o en 



^ CO 



o- o 



=t o 

CM ^ 



on 



CM cr* 

CM CM 



o 
o 



o 
o 
m 



o 
o 
m 



.1 . o 

o o cn 



O CO 

^ in 



o o 



CJH r- 

^ m 



o 
o 
m 



o 
o 
on 



ON CM 

I 

o ^ 



CO 

-r- in 



I I 



cr* in 



in 



i 1 



o 



CO 

«a: CO 
-3 



O 
O 

m 



o 
o 
m 



..-t ^ < — ' 
o c c 

o e 

O .— 1 \ 
•H CQ J 

O CO 
^ CO 

to 

_c o 

n o 

tn *3: 

CO ■ — 



I 1 



c 

CO 

o 

CO 
<^ 

u 

73 CO 
•H 

O O 

c 

>> o 

^ -H 
CO O 

Cx* :z: 



o 

0) 

o 

CO 

u 

CO 

c 
CO 

CO 

c: 

Q> 

•rH 

-a 
a? 

tiD 

c 



CM 



=t O 
:=r CM 



O 
CM 



O 
CM 



O 
CM 



O 
CM 



jd- o 
j=r CM 



o ^ 



=T O 
^ CM 



o =t 



^ o 

^ CM 



^ o 

zj- CM 



o =r 



=r o 

^ CM 



O 
CM 



00 

^ O 



o o 



OO t>- 

o 



o o 



OO 

o 



o o 



OO c- 
o 



o o 



OO 

O 



o o 



OO 

■r- o 



o o 



00 

^ o 



o o 



CO 

o 



o o 



OO 

r- O 



o 

G O 



00 

^ o 



o o 



OO tr~ 
^ o 



o o 



CO U 








S 0) 








1 m 




c 




■o 




•rH 








XJ 




o o 




c 




a: Cu 




cu 




o 




i-H 




o o 


Q) 


CQ 


CD 


r-i 




1 




— 1 -a 










r-l 






O 


o 






o <c 


CD 


<;-i 


a <D 











tn 



CM 



C 

CO ' — ' 

u o 

O -O H 

C 'rH \ 
HH O rH 

<c o 
o ■ — ' 

-r-t 

o ^ 

J_> -rH O 
CO ^ CO 

cc u 

CO -H Q) 
r-H O 



- 83 - 



CO 



03 



CO 



CO 

0) vD 

CO 
X 

o in 
> 

03 

CO 

o 
o 



CM O 

CM 



^ o 
I CO c- 



o =t 
c- on I 



cr-- CO o 



o o 
o ^ 



o 

o o 



! I 



o o o ^ 

O CM I CT* T- 
C-^ CM O O 



O CO 
O vD I 

t*- CO 



o in 
o o 



cr- on 



I ^, 
o 



CO 















:3 
















CO 






-C 


no 














W) 


c 




CO 




e 






•»H 






c 










0) 


-o 




o 












c 












o 




0^ 








o 


in 




>> 


rH 




CO 




C/3 


CD 






CQ 










o 












<D 


>i 


CO 


CO 


CO 












<D 


o 




OJ 






•iH 


(D 


U 




u 


ID 


X. 




1— I 




o 


a 


CO 


:i 






o 






o 


a* 


o 




O 


0) 


o 




o 




cu 


tn CO 




&^ 





CM 



CM 
O 



CO 



O 



o 



c 

c 
•M 

4-> 

CO 

4-) 
•H 

c 



in 

CD 



d 



^ I I 



in 



CO 



in 



CM 
CO 



CM 
CM 



o 



i 1 

o 



crv 

CD 



O 
o 

00 



cr^ in 

O ^ z=t 
o • • 
OO O CM 



C7^ in 
O ^ ^ 
O • • 
CO O OJ 



cr^ o 
o ^ ^ 
o • • 
CO O 



S I I 

CO 



o 
o 

CO 



o 
o 

CO 



o 
o 

CO 



o 
o 

CO 



-a 



o 

CM 



o =t 



o 

CM 



1 1 









O C 


c 












•H «a: :* 


•rH 












o o 






C 








-a: O »— 1 






03 








•H CQ 






J-) 








a 






O 


CO 






-rH o to 






CO 




o 




-C CO 






Ckh 


o o 






3 p4C^ 








0) -rH 


4J 




c^ CO 






:3 


3 J-> 


CO 




f-H O 




-a 


CO 


cr D 






^ x: o 






o 


<: rH 


•rH 




CO CU 




o 


1 o 


r-l 










•H 


CO 


CO 










c 


4-) 


u 








>» 


o 


3: DC 






n :* o 




4-) 


•rH 


O 












C 


DO CO 




ci: cx) in <c 




CO 


O 


=r ^ 






C;^ CO ^ 









O 
CO 

CO 

c 
CO 

CO 

Jj 
c 

0) 

•rH 

-o 

CD 

bO 
C 



o 

CM 



O 
CM 



o 

3- CM 



O ^ 



^ O 
:=r CM 



^ CM 



O ^ 



^ O 
CM 



=t O 
^ CM 



O 
H 
0) 
-H 

CO in 



t 


me] 




60 
C 




■a 






•«-« 




rH 


rH 




no 




O 


O 




C 






do 




ie 




o 


o 


<u 


DQ 




r-i 




40 


1 




— 1 


no 


•H 




0 P 


>> 


•H 


rH 






u 


o 


o 




SI 


o 






<H 


C 0) 






tsi 


-a: 





OO 

«- o 



o o 



OO 

^ o 



o o 



OO t- 
1- o 



o o 



OO 

r- O 



o o 



OO c— 

o 



o o 



CO tr- 

T- O 



CO tr- 

o 



o o 



CO t- 

T- O 



OO 

r- O 



o 

CD 



CO 

o 



CO 

o 



o 



o 

CD 



o 



o 



o 



o 



c 
CO 
60 



o 



o -o 

C -rH ^ 
»H O rH 

•a: o 

O XJ ^ 



CO J 

CO -H 
.H O 
o ■< 



cr u 
o 



CO 

o 



- 84 - 



in 



CO 

o o 
00 in 



Xfl 
<D 

•rH 

0) 

cx 
o 



o 
o 
u 
cu 

c 
o 

CO 
.—I 
:3 
c 
CO 
u 

no 
C 
CO 

C 
O 



CO 



CO 

u 



U 

0) 



00 



oo in 



CM iTi 



a\ oo 

C- CM 



o o 
o o> 



CO 

• o 
-=r LTV 

oo CO 



. o 

m m 



oo 
. o 



CO 

• o 

oo 



CO 

• o 

00 
oo in 



o [>- 

oo 



in 
in 



o 
CO 
in 



CO 

oo 



oo 



o 

OO 



in 

oo 



o 
in 

oo 



o 
tn 



CO 

oo 
in 



o 
in 



oo 

oo 



o 
in 



* CO 

o 



O 



O 
CO 

CO 

CD N 
> -M 
-< CO 



OO 



oo 



o 
5 



in 



CO 

in 



in 



in 



d 



oo 



in 



w 


t- 


CQ 




0) 




(J 




o 






tn 








a^ 


c 




o 




•rH 








CO 




O 




•H 








•rH 








Mo 


P 


a> 




o 




CO 






a 




<D 






CO 










0) 


QJ 




jJ> 




C-* 


o 







o 

CO • 00 in 
in ^ ^ • 
j=r CO VO 



o • t- oo 
in ^ 

^ C>- VD 



00 

=:t • 00 vO 

ON (X> ^ • 

00 vD 



in . T- tr- 

^ oo oo • 
j=r oo v£> 



CP" 

CO • t— o 
O Cr^ a^ • 
:=r <X> vD 



E^- O 

vX) • cr^ CO 

in o t- . 

T- on vD 



o 

o • in ^ 
o- CO 00 • 

vO t>- v£> 



oo 

CT' . 

CO k£) 



o . ^ 

0^ CO oo • 
ra- OO 



o 
o • 
CO cr- oo 

CO OO 



oo 



o 

O • oo VD 
O vO oo • 

^ oo c— 



oo 

ON • oo CO 

vD ro in • 
Id- oo tr- vO 



o 

(0 



>1 • 

4J Xi 



CO 

o 



C3u 0 " CQ 

bO- — • o 
CO *0 

0) tsl <P rH 

> -H a 

CO >-« 03 Du 



- 85 - 





CO 










CO 


o 








LA 




v£) 


o\ 


t>- 




t>- 






CO 






CO 




vO 


























o 






O 


ro 


ON 




vO 




CM 


W 












ro 


o 


r-l 


CO 


CVJ 




a 


vD 




ro 


B 








nj 








X 









oo in 
' o in 

vO vD O 



^ O 

• O O 

CO =t 

C*- If— CT* 



cr^ ro 
« o 

CO f— 



o :=r 

• CM 

CO 



cn 
00 



-a 
• CO 

o. o 
e ^ 



U 

-o 
o 



CO 

CO 
> 



=T ro 

in \0 - 

ir\ to VO 



ro 

=t ' CO cr> 
^ ^ t>- -=r • 
in in CO 



CO 



ro 



CM 
vO 



CM 
VO 



ro 

t— CM vO • 

ro CO VO 



ro ro ^ • 
<- GO vo 



ro o 

ro • CM o- 

O CM CFN • 
CM 'T- 00 



o 

o ' t- ro 
CM tn ro • 
t>- vO 00 vo 



O • CO ^4- 

^ ro CO • 
t>- vO vO 



in CO 

O • CM 
vO vO VO 00 vO 



o 



• 4-> 
CI. u 
e <o 



u 
<u 
•o 
at 
o 



0) 



..H CO 

cQ 

E O 
CO 

<D N <U .-H 0) 

> -r^ .rH 3 

<C CO >H CQ Cju 



- 86 - 



o o o o o o o 
o o o o ^ o o 



O O O CM LO OD O 
CO CO ^ C\J 



o o o o o o o 
o o o o o o 



o o o o o o 
Lr> o 00 in CM t- 



o o o o o m 



o o o o o o 
in o CO in c\j 00 



o o o c\j GO in o 
OO CO c\j 



o o o o o o o 
o in o o o o o 



O O O O O CVJ 



o o o o o o 
o o OO in c\j in 



\o ^ o ^ ir\ . 

r- CO OO 



o o o o o o o 
o in o o o o o 



o t- o o o 



o o o o o o 
o o OO in cvj in 



\0 




CM 
CM 


CM 


in 

OO 


:=r o 


o 




o o o 




c 


o o o o o o o 
o in o o 00 o o 


o 
o 


o o o o 

O 00 IPi CM 


o 

CM 


in 
in 


CM 
CM 




C>0 
CM 


CM 


en 


=t o 


o 


=r 


o o o 


CM 


^ 


o 
o 


o 
o 


o 
o 


o 
o 


o 


o o 
in o 


o 
in 


o 
o 


o o o 

CO (in CM 


O 


in 


CO 


CD 


d 

CM 


CM 




d d 


d 


d 


d d d 


CO 




o 
o 


o 
o 


o 
o 


o o 

O 00 


o o 
o o 


o o 
in o 


o o o 
00 in CM 


o 




CO 


o 


o 

CM 


CM 


o 

CM 


vD O 


o 


o 


o o o 


CO 


vO 


o 
o 


o 
o 


o 
o 


O 
O 


o o o 
CO in o 


o 
in 


o 
o 


o o o 
CO in CM 


o 




o 

OO 


o 


I>- 


CM 


CM 
CO 


O OO 


o 


o 


o o o 


OO 


c 


o 
o 


o o o 
o o o 


o 

OO 


o o 
o o 


o 
in 


o 
o 


o o o 
CO in CM 


o 

CVJ 




o 

OO 


CD 


CD 
CM 


CM 


CO 


CO d 


d 


d 


d d d 


CM 


n 


o 
o 


o 
o 


o 
o 


O 
O 


o 
in 


o o 
o o 


o 
in 


o 
o 


o o o 
CO m CM 


o 
o 




o 

OO 


o 


o 

CM 


CM 


CM 
CM 


o o 


o 


o 


o o o 


^ 




o 
o 


o 
o 


o 
o 


O 

o 


O 
CO 


o o 
o o 


o 
in 


o 
o 


o o o 
CO in CM 


o 
t>- 


CO 

=r 


CD 
CO 


o 


d 

CM 


CM 


=T 
CM 


CO d 


d 


o 


d d d 


oo 


CO 


o 
o 


o 
o 


o 
o 


O 

o 


O 


o o 
o o 


o 
in 


o 
o 


o o o 
CO in CM 


o 


=r 


o 

00 


d 


d 

CM 


CM 


d 

OO 


CO d 


d 


d 


d d o 


CO 


CO 



4-> 








O 




-C 










* 


bO 








05 




•rH 








C 




0) 








o 


03 


:t 








rb 


If 


>> 








CO 




XI 






<u 


o 


CO 


CO 


cd 








a 












D 




t 




f— 1 




•.H 


03 


w 


03 cu 


O 




XJ 




CO 


O 


<I> 


O 


o 






CO c/^ 


t>3 


00 


CO 



CO -iH 

o o 

•rH >>-r-l 

'a u o 

o o <i: 

CO «=c: 



4-) 

a 

J-) 
Ih, o 
<D 03 

>> U 

O CO 

o 



0) 

e D 
>>«.-. <t> 

c <u CCS 



c 
o 

2: Cx^ CjlI P- 3c 



CO 



in 



rH 

CO 
P 

•iH 

O 
CO 



- 87 - 



CO 

I— I T— 

e 

CO 
X 

CO 
U 
CO 

sx 

O ^ 
O 



0) 
DC 

CO 
1- 



o o o o o o 

O O O O LTi 



O O O CM CO O 
CO CO CO 



o o o o iTi in 
o m o o :=r 



o o o o o o 
to o CO in cvj on 



O O O O O 



o o o o o o 
o o 00 in CO 



vO <~ O ^ CX> O 



O O O O in LTi 

o in o o \o ^ 



o c— o o o 



o o o o o o 
o o CO in c\j ^ 



CM CNJ OO O 
CM ^ OO 



o o o o o o 
o m o o CO LO 



o l^- o o o T- 



o o o o o o 
o o on m CM CM 



CM CM CM ^ O 

oj CM »- m 



o o o o o o 

O O O O vO 



O ^ O O O CM 



o o o o o o 
tn o on in CM on 



cr> o o CM m o 

on CM ^ CM 



o o o o tn in 
o o o o t- tn 



o o o o o on 



o o o o o o 
in o m in CM CM 



vO O O CM O 
on CM t- CM 



o o o o o o 

O O O O CM O 



o o o o o on 



o o o o o o 
in tn on in CM CO 



o o o CM o on 
on CM on 



o o o o o o 

O O O O t— LO 



O O O O O CM 



o o o o o o 
in o on in CM cri 



O O O CM ^ O 

on CM ^ on 



o o o o o o 
o o o o CM in 



o o o o o ^ 



o o o o o o 
in o on in CM CO 



o o o CM on o 
on CM ^ on 



o o o o o CM 



0) 

CO CU O 



o 
o 

OJ .-I 
CO 

G 4-> I 

O CO -O 

CO :3 <i: 



o o CO 
o 



O CJ> -rH 

c 
o 



3 D r-t TO 

*r-l -rH >>.,H 

o o o «a: 



^ cn CO IS) CO CO << 



o 

CO 

cu 
u 
o 



0) a 

E D I- 

>>c^ (U 

C QJ CO 



3: tL, tjJ CL, 3: 



o 
in 



on 
o 



in 
o 



CO 

:3 
CO 

E 
D 
•H 

-a 

o 

CO 



c 

o • 

?>1 

-C 

*rH P. 

CO CO 
O 

Cu to 
E O 
O 4J 
O CO 

r-i O 

CO u 
CO o 



CO c 

^ -rH 
CO E 

u 

E <U 
o ^ 



CO 

O 
.-H 

CO 
o 

c 
:3 
o 

E 



E 



CO 

(0 
E 

cr: 



- 88 - 



As is clear from the results in Tables 5 to 10, by 
dry-neutralizing the liquid acid precursor in the presence 
of a given amount of an inorganic acid, high-bulk density 
detergent compositions comprising granules with small 
5 particle sizes can be obtained at high yields in Examples 
11 to 22 • Also, as is clear from Examples 18 to 21, 
according to the method of the present invention, the 
desired effects can be exhibited without being limited to 
the detergent compositions, and the method is particularly 

10 suitably applicable in the production of phosphorus- free 
detergents • Particularly in the case of Examples 11 to 
13, it is found that as the molar ratio of the inorganic 
acid to the liquid acid precursor increases, the particle 
size of the resulting detergent granules become smaller, 

15 so that the detergent granules with a desired particle 

size can be obtained by controlling the above molar ratio. 

On the other hand, in the case of Comparative Example 
11 where the amount of the inorganic acid at 
neutralization is small, the resulting granules are large, 

20 having lower percentages of particles with 1400 pm-pass 
and larger average particle size. Also, in the case of 
Comparative Example 13 where pulverized sodium sulfate is 
added, the resulting detergent granules have large 
particle sizes, so that similar effects to those attained 

25 by addition of sulfuric acid cannot be obtained. 
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By comparing the results of Example 16 with those of 
Comparative Example 14 and the results of Example 17 with 
those of Comparative Example 15, even more remarkable 
differences in the percentages of particles with 1400 pm- 
pass and the average particle sizes can be observed in 
cases where the anionic surfactant (LAS-Na) is contained 
in the resulting detergent composition in high 
concentrations. Therefore, the method of the present 
invention is suitably applicable in cases where the 
concentrations of the anionic surfactant in the detergent 
composition are high. 

Also, when comparing the results of Example 18 with 
those of Comparative Example 16, in the case where the 
concentration of the anionic surfactant (LAS-Na) is low, 
the microporous surface areas of the detergent composition 
increase by addition of the inorganic acid, so that large 
amounts of the liquid starting material, such as nonionic 
surfactants, can be formulated while maintaining a small 
particle size in the detergent granules. 

Also, the detergent compositions obtained in each of 
Examples 11 to 21 are subjected to X-ray diffraction 
analysis, but no diffraction peaks ascribed to inorganic 
salts, such as sodium sulfate, are detectable. 

INDUSTRIAL APPLICABILITY 
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By neutralizing the liquid acid precursor of a 
non-soap, anionic surfactant with a water-soluble, solid, 
alkali inorganic substance in the presence of a given 
amount of the organic acid, high-bulk density detergent 
compositions comprising granules having small particle 
sizes can be obtained at high yields. 
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CLAIMS 

1. (Amended) Detergent granules comprising a 
non-soap, anionic surfactant and an inorganic salt 
undetectable by X-ray diffraction method, wherein the 
molar ratio of [inorganic salt undetectable by X-ray 
diffraction method] / [non- soap, anionic surfactant] is from 
0.1 to 1.0, and wherein the non-soap, anionic surfactant 
is contained in the detergent granules in an amount of 28% 
by weight or more and less than 50% by weight. 

2. (Amended) Detergent granules comprising a 
non-soap, anionic surfactant and an inorganic salt 
undetectable by X-ray diffraction method, wherein the 
molar ratio of [inorganic salt undetectable by X-ray 
diffraction method] /[non- soap, anionic surfactant] is from 
0.3 to 1.0, and wherein the non-soap, anionic surfactant 
is contained in the detergent granules in an amount of 15% 
by weight or more and less than 28% by weight. 



3, (Amended) A method for producing detergent 
granules, comprising the step of dry-neutralizing a 
liquid acid precursor of a non-soap, anionic surfactant 



with a water-soluble, solid, alkali inorganic substance, 
wherein a dry-neutralizing step is carried out in the 
presence of 0.1 to 1.0 mol of an inorganic acid per mol of 
said liquid acid precursor of a non-soap, anionic 
5 surfactant, and wherein the resulting detergent granules 
contain the non-soap, anionic surfactant in an amount of 
28% by weight or more and less than 50% by weight, and 
have a molar ratio of [inorganic salt undetectable by X- 
ray diffraction method] / [non-soap, anionic surfactant] of 
10 from 0.1 to 1.0. 



4. (Amended) A method for producing detergent 
granules, comprising the step of dry-neutralizing a 
liquid acid precursor of a non-soap, anionic surfactant 

15 with a water-soluble, solid, alkali inorganic substance, 
wherein a dry-neutralizing step is carried out in the 
presence of 0.3 to 1.0 mol of an inorganic acid per mol of 
said liquid acid precursor of a non-soap, anionic 
surfactant, and wherein the resulting detergent granules 

20 contain the non-soap, anionic surfactant in an amount of 
15% by weight or more and less than 28% by weight, and 
have a molar ratio of [inorganic salt undetectable by X- 
ray diffraction method] / [non- soap, anionic surfactant] of 
from 0.3 to 1.0. 



25 



ij3 

3 



5. (Amended) The method according to claim 3 or 4, 
further comprising the step of adding a free-flowing aid 
after the dry-neutralizing step, to surface-modify the 
detergent granules . 

5 

6* (Amended) The method according to claim 3 or 4, 
further comprising the step of adding a liquid component 
after the dry-neutralizing step. 

10 7, The method according to claim 6, further 

comprising the step of adding a free-flowing aid after the 
step of adding a liquid component, to surface-modify the 
detergent granules. 

15 8. (Amended) The method according to any one of 

claims 3 to 7, wherein said liquid acid precursor of a 
non-soap, anionic surfactant is a linear 

alkylbenzenesulfonic acid obtained by SO3 gas sulfonation 
method . 

20 

9. (Amended) The method according to any one of 
claims 3 to 8, wherein an amount of an inorganic acid 
preexisting in the liquid acid precursor of a non-soap, 
anionic surfactant is 0.09 mol or less per mol of said 
25 liquid acid precursor of a non-soap, anionic surfactant. 



10 • (Amended) The melrhod according to any one of 
claims 3 to 9, wherein said inorganic acid is sulfuric 
acid or phosphoric acid. 

5 11. (Canceled) 

12. (Canceled) 

13. (Amended) A high-bulk density detergent 
10 composition having a bulk density of 500 g/L or more, 

comprising the detergent granules according to claim 1 or 
2, or the detergent granules obtainable by the method of 
any one of claims 3 to 10. 
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ABSTRACT 

Detergent granules including a non-soap, anionic 
surfactant and an inorganic salt undetectable by X-ray 
diffraction method, wherein the molar ratio of [inorganic 
salt undetectable by X-ray diffraction method] /[non-soap, 
anionic surfactant] is from 0.1 to 1.0. A method for 
producing detergent granules, including the step of dry- 
neutralizing a liquid acid precursor of a non-soap, 
anionic surfactant with a water-soluble, solid, alkali 
inorganic substance. In this method, a dry-neutralizing 
step is carried out in the presence of 0.1 to 1.0 mol of 
an inorganic acid per mol of the liquid acid precursor of 
a non-soap, anionic surfactant. The above detergent 
granules have the features of extremely low tackiness of 
the granules and containing larger number of micropores. 
By using the detergent granules, a high-bulk density 
detergent composition having a small particle size can be 
obtained at high yields. 
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ATTORNEY DOCKET NO. 
1422-371P 



COMBINED DECLARATION AND POWER OF ATTORNEY 
FOR PATENT AND DESIGN APPLICATIONS 

As a below named inventor, I hereby declare that: my residence, post office address and citizenship are as stated next to my name; that I 
verily believe that I am the original, first and sole inventor (if only one inventor is named below) or an original, first and joint inventor (if 
plural inventors are named below) of the subject matter which is claimed and for which a patent is sought on the invention entitled: 

DETERGENT PARTICLES, PROCESS FOR PREPARING THE SAME, 

AND DETERGENT COMPOSITION HAVING HIGH BULK DENSITY 



the specification of which is attached hereto. If not attached hereto, 

the specification was filed on 

United States AppUe^tion Number 

and amended on 



as 



the specification was filed on September 3, 1997 



International Application Number PCT/ JP97 /Q3 0 95 



(if applicable); and/or 

as PCT 

; and was 



amended under PCT Article 19 on 



(if applicable) 



I hereby state that I have reviewed and understand the contents of the above identified specification, including the claims, as 
amended by any amendment referred to above. 

I acknowledge the duty to disclose information which is material to patentability as defined in Title 37, Code of Federal Regulations, 
§1.56. 

I do not know and do not believe the same was ever known or used in the United States of America before my or our invention 
thereof, or patented or described in any printed publication in any country before my or our invention thereof or more than one year prior 
to this application, that the same was not in public use or on sale in the United States of America more than one year prior to this 
application, that the invention has not been patented or made the subject of an inventor's certificate issued before the date of this 
application in any country foreign to the United States of America on an application filed by me or my legal representatives or assigns 
more than twelve months (six months for designs) prior to this application, and that no application for patent or inventor's certificate on 
this invention has been filed in any country foreign to (he United States of America prior to this application by me or my legal representatives 
or assigns, except as follows. 

I hereby claim foreign priority benefits under Title 35, United States Code, §119 (a)-(d) of any foreign applicat!on(s) for patent or 
inventor's certificate listed below and have also identified below any foreign application for patent or inventor's certificate having a 
filing date before that of the application on which priority is claimed: 

Prior Foreign Application (s) Priority Claimed 



8-25741 6 


Japan 


September 5, 1996 


m 


□ 


(Number) 


(Country) 


(Month /Day /Year Filed) 


Yes 


No 








□ 


□ 


(Number) 


(Country) 


(Month / Day / Year Filed) 


Yes 


No 








□ 


□ 


(Number) 


(Country) 


(Month /Day /Year Filed) 


Yes 


No 








□ 


□ 


(Number) 


(Country) 


(Month / Day / Year Filed) 


Yes 


No 
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I hereby claim the benefit under Title 35, United States Code, §1 19(e) of any United States provisional apprtcation(s) listed below. 



(Application Number) 



(Filing Date) 



(Application Number) (Filing Date) 

Ail Foreign Applications, if any, for any Patent or Inventor's Certificate Filed More than 12 Months (6 Months for Designs) Prior to the 
Filing Date of This Application; 

Country Application Nuuiber Date of Filing (Month / Diiy / Year) 



I hereby claim the benefit under Title 35, United States Code, §120 of any United States and/or PCT application (s) listed below and, 
insofar as the subject matter of each of the claims of this application is not disclosed in the prior United States and/or PCT application in 
the manner provided by the first paragraph of Title 35, United States Code, §112, 1 acknowledge the duty to disclose information which 
is material to patentability as defined in Title 37, Code of Federal Regulations, §1,56 which became available between the filing date of 
the prior application and the national or PCT international filing date of this application: 



(Applicutton Mutnber) 



(iMttng Date) 



(Stitiuii — putetited, pending, ubandoned) 



(Appticution Niiinbcr) 



(Rling Dale) 



(Slums — piilemea, pcntiing, ubandouctj) 



t hereby appoint the following attorneys to prosecute thts application and/or an international application ba-scti on thK application 
and to transact all buslnevs in the Patent and Trademark Ottlce connected therewith and in connection with the roultinj; patent based on 
mstructtons received from the entity who t'lr-^t sent the application papers to the attorneys (dentifjed below, unless the inventorf^i^ or 
assignee provides said attorneys with a written notice to the contrary 



Raymond C. Stewart (Reg. No.^j,iJ66JL 

Joseph A. Kolasch (Reg. No. 22.463) 

Bernard L. Sweeney (Reg. No. 24.44^U, 

Charles Gorenstein (Reg. No.j^9.271) 

Leonard R. Svensson (Reg. No. 30.330 ) 

Andrew D. Meikle (Reg. No j2.86S ) 

Joe McKinney Muncy (Reg. No. 32334) 

Donald J. Daley (Reg. No. 3^313) 

John A. Castellano (Reg. No. 35.094} 



Terrell C. Birch (Reg. No. i^J(82j__ 

James M. Slattery (Reg. No. 28.380) 

Michael K Mutter (Reg. No. 59.680X 
Gerald M Murphy, Jr. (Reg. No. 28.977)_ 

Terry L. Clark (Reg. No._32.644) 

Marc S, Weiner (Reg. No.T2ri8ii„ 

C. Joseph Faraci (Reg. No . 32,350) 

John W. Bailey (Reg. Na32.88 1 ) 



PLEASE NOnrE: 
YOU MUST 
CO^tPLETE 
THE 

FOLLOWING: 
4^ 



SendCorrespoadenceto: BIROLSTimEI^^ 

_P^. Box 747 • Falls ChurchrVirg inia^22040^ngT 

Telephone: (703) 205-8000 • Facsimile: (703) 205-lo50~^ 

I hereby declare that atl statements made herein of my own knowledge are true and that all statements made on information and 
belief are believed to be true; and further that these statements were made with the knowledge that willful false statements and the like 
so made are punishable by fine or imprisonment, or both, under Section 100 1 of Title 18 of the United States Code and that such willful 
false statements may jeopardize the validity of the application or any patent issued thereon. 
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1 GIVEN NAME FAMILY NAJVIE 

Hideichi NITTA 


INVESTOR'S StGNATUflE\ 


DATE- 

Jan, 20, 
1999 


ReadsRca {City, State & Country) 

Wakayama-shi , Wakayama 6U0 Japan \PX 


CITI2EMSHIP 

Japan 



Full Name of Second 
bi^entur.if any: . 

see above^'l. 


GIVEMNAME FAMILY NAME 

} Hiroyuki ^YAMASHIIA^ 


INVENTOR'S SIGNATURE 


Jan. 20, 
1999 


Rasidenca (City, State & Country) (j /7 

Wakayama-shi , Wakayama 6U0 Japan . 'Jp^. 


dTIZENSHlP 

Japan 



POST OFFICE AOQRESS (Complete Street Address tncludtng City, Stats & Country) 

c/0 Kao Corporation, Research Laboratories, 
133U, Minato, Wakayama-shi, Wakayania 640 Japan 



POST OFFICE AOQRESS (Complete Street Address including City, Stats & Country) 

c/o Kao Corporation, Research Laboratories, 
1334. Minato, Wakayama-shi, Wakayama 6U0 Japan 



POST OFFICE ADDRESS {Complete Street Address including City. State & Country) 

c/o Kao Corporation, Research Laboratories, 
1334, Minato, Wakayasia-shi , Wakayama 640 Japan 



POST OFFICE ADDRESS iConnptete Street Address tnctuding City, State & Country) 



FuItNameofTHmU 
Inventor, tf any-*"-^ 


^GtV^NNAME FAMILY NAME 

Jun SAITO— 


INVENTOR'S SIGNATURE 


DATE* 

Jan. 20, 
1999 


Residence (City. State & Country) v ^ . 

Wakayama-shi, Wakayama 640 Japan ^\xy\, 


CITIZENSHIP 

Japan 



Full Name of Fourth 
lavtfnftjr.t/any 

see above 


GIVEMNAME FAMILY NAME 


INVENTOR'S SIGNATURE 


OATS* 




Residence {City, State & Country) 


CITIZENSHIP 




POST OFFICE ADDRESS (Complete Street Address including City, State & Country) 


Full Name of fifth 
Invcntur. (f any 


GIVEN NAME FAMIIYNAME 


INVENTOR'S SIGNATURE 


DATE- 




Residence (City. State & Country) 


CITIZENSHIP 



(Rcvi«d 1 1-98> • DATE OF SIGNATURE 



